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© Biodegradable aliphatic polyester particles, processes for producing the particles and melt-extrusion films 
comprising the polyester wherein at least 70% by weight of the particles have a diameter of from 150um to 
3mm and wherein the particles: 

(a) contain a recurring unit of the formula (1) 
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as a main recurring unit and have a weight average molecular weight of from 20,000 to 2,000,000; and 
(b) have a bulk specific gravity of from 0.3 to 0.6 g/ml. 
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Detailed Description of the Invention 



The present invention relates to a biodegradable aliphatic polyester, a melt-extrusion film thereof and a 
process for the production thereof. 

The present invention relates to a film obtained by melt-extruding a biodegradable aliphatic polyester 
which decomposes under the activity of microorganisms in environments and a biodegradable bag 

As waste disposal have come to be a social issue, studies are being made in various fields to exploit 
waste as resources. For example, studies are being made to compost kitchen garbage coming from private 
houses as one of means of exploiting waste as resources. Actually, kitchen garbage is collected upon being 
classified depending on the content in many areas, and it is treated in compost plants 

Paper bags are used in collecting classified kitchen garbage which is to be utilized for composting 
today. Paper ,s a natural material and can therefore be composted, while it involves many problems For 
example, paper is easily broken due to water contained in garbage, contents cannot be seen through paper 
since ,t is non-transparent so that it is difficult to prevent the inclusion of garbage that cannot be 
composted, a string of a natural material is required for closing a paper bag, paper is bulky so that its 
storage requires a large space, and paper shows a low biodegradation rate. In addition to these problems in 
use, paper involves a problem concerning global environmental preservation or the consumption of wood 
resources. These problems are some factors which hinder the exploitation of garbage as resources 

It is plastic waste that causes the greatest problem when waste is classified and gathered In particular 
p astic films cause some serious problems. That is, scraps of plastic films are often found in environments' 
plastic films cannot be expected to decompose to become soil, plastic films generate a large amount of 
combust.cn heat so that they are liable to damage an incineration furnace, and plastic films have an 
apparent large volume so that they decrease the life of a land reclamation site. A biodegradable plastic 
material attracts attention as one of materials which can overcome the above problems of plastic waste 

For example, it is desired to use a biodegradable plastic material for producing a bag for kitchen 
garbage, which bag is suitable for composting kitchen garbage. Specifically, it is urgently required to 
develop a material which has water resistance so that it is free from breaking due to water contained in 
kitchen garbage, wh.ch .s transparent or semi-transparent so that contents can be seen through it, which is 

™ !n! °'h h„ f "? b « ky ' WhiCh Can 66 C '° Sed by bindin 9 its t0D < entrance > Priori without any string 
30 and which has strength sufficient for enduring the weight of contents. 

For bags for fertilizers and bags for agricultural, forestry and horticultural waste in addition to bags for 
kitchen garbage, it is desired to develop a material which can be exploited as a resource after contents are 
taken out or wh.ch can be used or exploited as a resources without taking contents out 

In recent years, a variety of biodegradable plastic materials have been developed. However, no material 
35 has been developed which can satisfy biodegradability, film formability. processability and physical 
propert.es and which can be utilized generally for coping with decreasing the problem of waste disposal 

For example, poly(3-hydroxybutyric acid) biosynthesized by microorganisms has a melting point and a 
decompos.tion temperature which are close to each other so that it has a problem on moldability Further 
blends of chemically synthesized polymers with starch have a problem in water resistance, and the 
w chemically synthesized polymers have a problem in biodegradability 

It is known that poly(2-oxetanone) which is a polyester synthesized from 2-oxetanone is well de- 
composed by the activity of an enzyme which microorganisms secrete, and its development is desired as a 
material that can cope with the problem of plastic waste (Mukai et al, Collection of Papers on Polymer 
(Kobunshi Ronbunshu), Vol. 50, No. 10, 715-722 (1993)). r-oiymer 
»5 The reaction scheme of polymerization from 2-oxetanone to poly(2-oxetanone) is as follows. 
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It well known since R. D. Fields et al reported in 1975 that poly(2-oxetanone) is a material having 
excellent b.odegradabil.ty (R. D. Fields and F Rodriguez, Proc, Int. Biodegradation Symp. 3rd, 775 (1975)) 
while there are not many reports which discuss the physical properties thereof other than its biodeg- 
radability. Kag.ya et al report that a solution of poly(2-oxetanone) having an intrinsic viscosity [»] of 0 5 or 
more has the capability of forming a cast film, and that a solution of poly(2-oxetanone) having an intrinsic 
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viscosity of 1 or more has the capability of forming a fiber and the capability of forming a film which can be 
cold-stretched (T. Kagiya, T. Sanoh and K. Fukui, Industrial Chemistry Journal, Vol. 67, No. 6, 951 (1964)). 
Wasai et al make spectroscopic studies of structures of a film obtained by forming a film from chloroform 
by a solvent casting method and stretching the film 500 to 700 % at room temperature or in hot water at 
5 65° C (T. Wasai, T. Saegusa and J. Furukawa, Industrial Chemistry Journal, Vol. 67, No. 4, 601 (1964)). 
Mathisen et a! report that a film formed by compressing poly(2-oxetanone) between two Mylar foils under 
heat to prepare a 0.5 mm thick film and stretching the film, has an excellent tensile strength value of 103 
MPa (T. Mathisen, M, Monica and A. C. Albertsson, Journal of Applied Polymer Science, Vol. 42, 2365 
(1991)). 

70 As described above, the development of poly(2-oxetanone) remains at the stage of an experimental 
scale, and no reports clearly say that a film satisfying practically industrially sufficient properties is 
produced. Concerning the film properties, reports simply say its tensile strength and melting point. The 
reason therefor is presumably that it is difficult to synthesize a poly(2-oxetanone) which has a high 
molecular weight sufficient for forming a film. 

75 That is, although the polymerization of poly(2-oxetanone) has been and is studied as described above, 
there is no process established for producing a poly(2-oxetanone) having a necessarily and sufficiently high 
molecular weight as a plastic material, generally at least 100,000, rationally on an industrial scale. 

When a polymer is produced, not only the polymerization method, yield and molecular weight of the 
above polymer are naturally important, but also the method of isolating the polymer after the polymerization 

20 is very important. The method of isolating a polymer is closely related to the polymerization method. The 
operation after the polymerization is greatly influenced by the state of a polymer, i.e., by whether it is in the 
form of a solution or a mass, particles or a powder, when the polymer is taken out of an apparatus after the 
polymerization. 

When a polymer is produced by solution polymerization, the solution after the polymerization is a 

25 viscous solution, and it is required to precipitate the polymer from the solution. As a result, a large amount 
of a solvent is required for the precipitation. When a polymer is produced by mass polymerization, it is 
required to heat the polymer at a temperature higher than the melting point of the polymer for taking the 
polymer out. This method is not suitable for a poly(2-oxetanone) which is thermally decomposable. When a 
polymer is produced by precipitation or suspension polymerization, the polymer is obtained in the state of 

30 particles or a powder, and the polymer can be therefore isolated by filtration alone. That is, the isolation of 
the polymer is very simple. Further, there is seed polymerization that is similar to the precipitation or 
suspension polymerization. Tsubokawa et al report a process for producing a complex in which using 
carbon black or carbon whiskers as a base material, poly(2-oxetanone) is grafted on the base material, by a 
bulk polymerization method or by a solution polymerization method using dichloromethane or nitrobenzene 

35 (Journal of Polymer Science: Polymer Chemistry Edition, Vol. 20, 3297 - 3304 (1982), Journal of Applied 
Polymer Science, Vol. 28, 2381 - 2387 (1983), Collection of Papers on Polymer (Kobunshi Ronbunshu), Vol. 
42, 509 - 516 (1985), Polymer Bulletin, Vol. 30, 421 - 428 (1993), Polymer Journal, Vol. 25, 83 - 89 (1993)). 
The above report discusses the formation of a complex by graft polymerization, and does not seek to 
produce poly(2-oxetanone) in the form of particles or a powder, so that the production of poly(2-oxetanone) 

40 in the above form has not yet been accomplished. Further, the graft polymer prepared by Tsubokawa has a 
molecular weight of 33,000 at the highest (intrinsic viscosity fa] = about 0.46), which molecular weight is far 
short of the industrially utilizable molecular weight, 100,000. 

It is therefore an object of the present invention to provide a practically acceptable film containing a 
ring-opened structure of 2-oxetanone as its main structural component, excellent in biodegradability, 

45 mechanical properties and processability. 

It is another object of the present invention to provide a particulate or powdery poly(2-oxetanone) 
having a high molecular weight suitable for producing the above practically acceptable film of the present 
invention. 

It is further another object of the present invention to provide a process for industrially advantageously 
so producing the above particulate or powdery poly(2-oxetanone) having a high molecular weight. 

Other objects and advantages of the present invention will be apparent from the following description. 

Brief Description of Drawings 

55 Fig. 1 shows polarizing microscopic photographs of starch particles (Fig. 1(a)) surface-treated with a 
poly(2-oxetanone) prepared in Example 7 of the present invention and starch particles (Fig. 1(b)) as a raw 
material. 
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present Ll^T^ ^ * P 0 *™**™ a PP^atus used in Example 9 of the 

o» th^preVemreSrr * P ° ,y ™ rizati °" "PP— — * Examp.es 10 to 13 

Fig. 4 shows a distribution of poly(2-oxetanone)-degrading microorganisms in environments with a 
nutnton-poor agar medium, measured in Referential Example 1 of the present invention 

nutrition rirh 3 diStribution of P°ly<2-oxetanone)-degrading microorganisms in environments with a 
nutnt.on-rich agar medium, measured in Referential Example 1 of the present invention 

arh . A( ^f n f„ t0 tbe . P resent invention - »» above objects and advantages of the present invention are 
achieved first by a b.odegradable aliphatic polyester melt-extrusion film, which comprises a bioTqradab e 
aliphatic polyester containing a recurring unit of the formula (1 ) D'ooegradable 



(1) 




hL^L reCUrri "? Unit haVi " 9 3 WeiQht 3Vera9e mole cular weight of 20,000 to 2,000,000, and which 
5 000 #T 5 J tranSm ' SS,0n rate ° f 300 to 700 9 /m2 ' 24 how. 25 urn and heat-fusion strength of 500 to 

The aliphatic polyester film of the present invention basically comprises a biodegradable polyester 
containing a recurnng unit of the above formula (1 ) as a main recurring unit Polyester 
A homopolyester consisting essentially of the above main recurring unit is a poly(2-oxetanone) and can 
^ZZ^oT^ 9 POlymenZati0n ° f 2 — ^ ° r ^ ^eUc^Totl 

WPi nhfn, b ^n 9radab ' e H P ? lyeS,er in * he PreS6nt inVenti0n includes a c °P°'v™r containing up to 20 % by 

than 2 oxlZ; P « UCtUfe deriVed fr ° m 3 CVC,iC eSt6r COmpOUnd and a c V c,ic ^compound other 
than 2-oxetanone as a monomer un.t in addition to the recurring unit of the formula (1) The cyclic ester 
.ncludes 0-butyrolactone. pivalolactone, 5-valerolactone and c -caprolactone The cvc ic ether comnnunH 
other than the 2-oxetanone includes ethylene oxide and propylene oxide compound 
The weight average molecular weight of the biodegradable aliphatic polyester in the present invention is 
preferably at least 20.000, more preferab.y at least 30,000. When the weight average moteclr we"S is 
less than 20,000, a film is liable to be insufficient in mechanical properties such as sfrengT and extend li tv 

L S0 Wh C T deP T n9 0n PUrP ° Se ° r m6th0d in use ' and hence ' » is diffi ^t to putme fi"m CaScal 
use. When the weight average mo.ecu.ar weight is at least 20,000, particularly at .east 30 000 a fi Z 'can 
have practically sufficent strength and extensibility. On the other hand, when the weight average molecular 

S2L" " ^ ^ P0 ' yeSter ^ 8 hl9h ViSC ° Sity When -^It-extruded, so thTiHs dTfftult to 

process ,n some cases. For this reason, the weight average molecular weight of the biodegradable a , phat c 

'abl'tn Pr0P6 K y £° ° a00 ° " ,6SS - Und6r 96neral — Extruding conditions, the 

.sir torsaoror:;: and the wei9ht avera9e moiecuiar wei9ht ° f - 

The term "water vapor transmission rate" in the present invention refers to a value obtained bv 
measunng a film for a water vapor transmission rate according to the method defined by jfs zSf-Z 
? ? Und Va ' Ue t0 3 V3,Ue P6r 3 fi ' m thiCkness of 25 Th * «"» °' th present invention 
ange theS is'aS to 70^^" ^ f ^ films and he 

bvsletcZT^rV ^ ?° UrS ' 25 " m - Genera,ly - the water va P° r transmission rate increases 

to "too SS j»4 h ^ r P ° r transmission rate ° f «*> stretched film of the present invention is 450 
to 700 g/m=.24 hours-25 urn. A solvent-cast film obtained by solvent-casting the biodegradable oolvester 

P^er i-rSe^h fi ' m ,° f inVenti ° n ' " 8 ' ilm ° btained by P-«9 the 2? SaJSSE 
polyester ,s liable to have fine vapr.zation pores, voids or pinholes, and often shows a water vaoor 
tiansm.ssior . rate of more than 1,000 g/m^-24 hours-25 um. Therefore, these ^ can be eS 
d.stmgu.shed from the aliphatic polyester film formed by melt-extrusion, provided by th^rese* invention 
as (to be referred to as "melt-extrusion film" hereinafter) present invention 

r a « m m a e „iT Si ° n T °! Pr6Sent inVen,i ° n Ca " be a,so distinguished from a conventional solvent- 
l^ZTrl 7™"'°"*' Press-molded film on the basis of water absorption percentage The water 
absorpt.cn percentage refers to a va.ue obtained by the measurement method defined in J.I k-7209 The 
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film of the present invention generally shows a water absorption percentage of 1 .0 % by weight or less. The 
water absorption percentage value is greatly influenced by the form of a film surface, such as a fine 
concavoconvex form. A cast film or a film obtained by press molding is liable to have fine vaporization 
pores, voids or pinholes as described above, shows a water absorption percentage of more than 1 .0 % by 
5 weight in many cases, and can therefore be distinguished from the melt-extrusion film of the present 
invention. 

The melt-extrusion film of the present invention can be obtained by a generally known melt-extrusion 
method. Preferred are a T-die extrusion method and an inflation method. Before the formation of the film, 
the biodegradable polyester of the present invention may be preferably pelletized. 

70 In the formation of the film by the melt-extrusion, the barrel and T-die temperatures for preferably 
carrying out the formation are 80 to 180° C, more preferably 100 to 150° C. When these temperatures are 
lower than 80° C, undesirably, the melting of the biodegradable polyester of the present invention is 
insufficient. When they are higher than 180° C, undesirably, the biodegradable polyester of the present 
invention markedly undergoes thermal decomposition. However, the site of the barrel directly below a 

15 hopper may have a temperature of less than 80 • C. 

The melt-extrusion film of the present invention shows further improved mechanical properties when 
stretched. The melt-extrusion film may be stretched by any one of known stretching methods such as a roll 
stretching method and a stretching method using a tenter method. The melt-extrusion film can be stretched 
at a temperature in the range of from room temperature to 80 • C at a stretch ratio of 2 to 15. For increasing 

20 the processing rate, the stretching may be more preferably carried out at a temperature in the range of from 
70 to 80° C. The stretching may be any one of monoaxial stretching for forming a monoaxially oriented 
film, consecutive biaxial stretching for forming a biaxially oriented film and simultaneous biaxial stretching 
for forming a plane-oriented film. When the melt-extrusion film is stretched, the tensile strength at break in 
the direction in which the film is stretched is generally 500 to 5,000 kgf/cm 2 . 

25 The melt-extrusion film of the present invention is formed from the above biodegradable polyester of 
the present invention. The biodegradable polyester is generally crystalline so that crystals formed in the film 
affect the transparency of the film. The transparency of the film changes depending upon the film thickness, 
and with an increase in the film thickness, the transparency decreases. For example, for preparing a bag of 
a semi-transparent or transparent film through which contents can be seen, the film thickness is preferably 

30 up to 300 um. For maintaining the flexibility as a film and sufficient mechanical strength, the film thickness 
is preferably 1 to 100 um. 

When the melt-extrusion film of the present invention is practically used, it is mostly processed into a 
bag. For forming this biodegradable bag, it is an essential requirement that part of the film is heat-fusible. It 
is important that the bag has mechanical strength sufficient for keeping contents in the bag, and the heat-' 

35 fused portion is required to have sufficient heat-fusion strength. The mechanical strength can be specifically 
evaluated on the basis of physical property values of tensile break strength, while it is generally sufficient 
that the melt-extrusion film has mechanical strength equal to, or higher than, the mechanical strength of 
non-biodegradable films such as a polyethylene film. As the function of keeping contents in a bag, the heat- 
fusion strength of the heat-fused portion is particularly essential. 

40 When the melt-extrusion film of the present invention is processed into a bag, generally, a heat sealer 
can be preferably used, and the heat-fusion conditions differ little by little depending upon the form of the 
film, additives and stretching conditions. This difference is caused by a difference in thermal physical 
properties, e.g., a change of melting point caused by a difference in stretch ratio. A melting point of the film 
of the present invention is generally measured with a differential scanning calorimeter, and the film 

45 generally has a melting point in the range of from 70 to 90° C. The film is heat-fused, generally, at a 
temperature between (melting point of the film - 10" C) and the melting point for 0.1 to 10 seconds, 
preferably for 0.5 to 5 seconds, more preferably 0.5 to 1 second. When the film is heat-fused as described 
here, the bag shows a fusion strength of 500 to 5,000 gf/15 mm. When the heat-fusing is carried out at a 
temperature between (melting point - 5° C) and the melting point, the bag shows a fusion strength of 1,000 

50 to 5,000 gf/15 mm. When the heat-fusing is carried out at a temperature lower than (melting point - 10° C) 
or at a temperature lower than the melting point by more than 10° C, unpractically, the fusion strength is 
not sufficient, or the fusing under pressure takes a longer time. When the fusing is carried out at a 
temperature higher than the melting point, the fusing of the film proceeds to excess, and the fusion strength 
decreases. 

55 The melt-extrusion film of the present invention may contain a filler in such an amount that the film 
properties are not impaired. The filler can be selected from known fillers, while an inorganic filler is 
preferred. Particularly, a salt of an alkaline earth metal is more preferred since it serves to stabilize the 
biodegradable polyester of the present invention. 
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^itT, 7 meta ' inC ' UdeS Ca,CiUm ' maanesium barium, while calcium and barium are 
particularly preferred m v,ew of an influence on environments. Further, the salt of an alkaline earth metal 
.ncludes chloride, sulfate, carbonate and silicate o, an alkaline earth metal. Specific exampts of the sTlfo 

: as magniium* 2? TndT T CMm ™°™™ m Ch,0 " d * -.fates such 

bonate a^d i ZZ f k , Carbonates such as magnesium carbonate and calcium car- 

sSe sodium Soil T ^ ° rthosilicate ' ca,cium -etasilicate, dicalcium silicate, tricalcium 

t6 ' Ca ' C,Um aluminum silj cate, magnesium orthosilicate, magnesium 
metasilicate, hydrous magnes.um silicate such as talc, and calcium magnesium silicate Of these alkaline 
earth metal salts, preferred are silicates, which have low water vapor absorption propertts and are east to 
. handle. These alkaline earth meta. salts may be used alone or in combination * 

The above salt of an alkaline earth metal is incorporated preferably in an amount of up to 20 % bv 
weight based on the biodegradable polyester of the present invention V 
The melt-extrusion film of the present invention may contain auxiliary components such as an 
ant,ox,dant, a mold releasing agent, a weathering agent, an antistatic agent, a cobra"? a SnfoLg 
matenal, a surfactant and an inorganic filler as required for a purpose and use re.ntorc.ng 
The melt-extrusion film of the present invention is formed by molding the biodegradable polyester of 

t hSTeVTnd*^ T " " deC T POS6d bV a " 6nZyme S6Creted b * -icroo 9 rganism S P Ireo er 
.t has been found that microorganisms which decompose the biodegradable polyester of the presen 

^^Z^^^^^T'T^ 38 Wi " be e ^ lained Referent Example, which ha 
maleliat V*** of the Mention is therefore an excellent biodeg- 

w «w U ?n er ' ♦* bee " f ° Und f ° r thS firSt time that the fi,m of the P resent ^"tion has a relatively high 
water vapor transmission rate and a relatively high water absorption percentage. This finding shows mat he 
h m has h,gh hydrophilic nature. That is, this high hydrophilic nature of the fHm is one reason why the f m 
of the present invention is easily decomposed by microorganisms 

fusio^Jreno^rn^h" n° '?T ** *° ^ ^ ° f the P reSent invention ha * heat- 

LT Tht n r l: rt w J* 16 PfeSent inVenti ° n Sh0WS excellent Performance when processed into a 

Jt J? TP 6 ? ' S C K °" slde ^ to be derived from an intermodular cohesive force based on the polarity 
of the structure of the b.odegradable polyester of the present invention 

nJ^^^^Vf T* T in : en,i ° n * & ^ PraC,iCa " y USeful plastic material whi <* has 
mechanical strength and heat-fusion strength suitable, e.g., for practical use as a biodegradable baa and 
which also has hydrophilic nature suitable for biodegradation oaegraaaoie Dag and 

bags^raraTaffor'aTrhJ *! P ™°"]r ent ™ can * a PP«e° to a variety of products, for examp.e, 
suS a li i' 9 C °" eCted and 3 b39 f ° r daily ,00dS and necessities, sanitary goods 

fi^m a hLlnn t ! ? P Tf S8n ' tary " emS ' a ^ cM - and fishery materials such as a multi- 

hlm, a binding tape and a pot for seedlings, and food-related products such as a food-packaging material 
and an eggs-packaging pack. Bags are preferably prepared by heat-fusing at least part of the fL of the 

microorganisms when left ,n natural environments and converted to a fertilizer in a compost plant 

Pr0CS ^ production of ,he biodegradable aliphatic polyester suitably used for producing the 

melt-extrusion film of the present invention will be explained hereinafter proaucmg the 

invent com^sef ^ * ** bi ° d ^ adabl * ^ fester provided by the present 

to ^bv w^hTn, 2 ; 0Xetan ° n ! ° r 3 miXtUre COntainin 9 at ,east 80 % b V -eight of 2-oxetanone and up 
to 20 /„ by weight of a cyclic ester or cyclic ether other than 2-oxetanone 

(B ir. the presence of a polymerization initiator supported on a carrier, in which an ion polymerization 
mutator ,s supported on polymer particles of poly(2-oxetanone) polymerization 

2::^xt^z h z n9 a solubi,ity parameter of about 15 to about 18 m ™* - *** - 

i? w^nnT^ 23 " 0 " aPPar f US haVin9 an intemal Surface formed of a material wh '<* is free of polarity 
or whose polarity is very small, to form a particulate aliphatic polyester 

inw™,^^/ 130 *!' 'I 16 PrOCe$S ° f the Present invention uses a Polymerization apparatus having an 
internal surface formed of a matenal which is free of polarity or whose polarity is very smaH to be 
sometimes referred to as "polymerization apparatus having a nonpolarized internal surface" here'afteO 
nnnl,Lr Th f 'I n ^ unment ln the P resent 'mention to use a polymerization apparatus having a 
nonpo.a nzed intemal surface. The term "polymerization apparatus" includes not only a polymerizaln 
reactor to be descnbed later but also a., the po.ymerization equipment and accessories EmTd of he 
devices and parts which are used for the polymerization and to which a liquid phase of a SUSE 
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system directly contacts at the time of polymerization, such as a baffle, a stirrer, a protection tube for a 
sensor for monitoring polymerization temperatures. 

The polymerization reactor used for the polymerization is not specially limited, and can be selected 
from known polymerization reactors, such as a batch method polymerization reactor, e.g., an autoclave, a 
5 multi-stage polymerization reactor and a tube-shaped continuous polymerization reactor. The polymerization 
reactor may be equipped with a baffle and a concave and convex structure for homogeneous stirring on its 
internal surface portion. For stirring the polymerization system, generally, the polymerization reactor is 
internally provided with a stirrer, or the polymerization reactor per se has a function of stirring activity such 
as rotation or vibration. 

w The stirrer is not specially limited, and can be selected from known stirrers having various structures, 
such as paddle type, plate type, tilted paddle type, propeller type, saw blade type, turbine type, brumagin 
type, anchor type, helical type, screw type, up-and-down vibrator type and magnetic stirrer type stirrers. 

The material free of polarity or almost free of polarity for forming a nonpolarized internal surface of the 
polymerization apparatus includes fluorine-containing resins such as an ethylene tetrafluoride resin, an 

15 ethylene tetrafluoride-propylene hexafluoride copolymer resin, an ethylene tetrafluoride-perfluoroalkylvinyl 
ether copolymer resin, an ethylene tetrafluoride-ethylene copolymer resin, an ethylene trifluoride chloride 
resin, a vinylidene fluoride resin, a polyvinyl fluoride resin, and an ethylene trifluoride chloride-ethylene 
copolymer resin, and polyolefin plastic resins such as polyethylene, polypropylene and poly(4-methylpen- 
tene). 

20 In the present invention, it should be understood that the internal surface of the polymerization 
apparatus (to be sometimes referred to as "polymerization apparatus internal surface" hereinafter) refers to 
all the surfaces to which at least the liquid phase of a polymerization system directly contacts at a 
polymerization time, such as the surfaces of a baffle, a concave and convex structure, a stirrer and a 
protection tube for a sensor for monitoring polymerization temperatures. 

25 Generally, it is sufficient to nonpolarize only the internal surface of the polymerization apparatus to 
which materials of the polymerization system directly contacts. However, 2-oxetanone is easily vaporized so 
that a line is sometimes clogged by the gas phase polymerization of gasified monomers. It is therefore 
preferred to nonpolarize the internal surfaces of a line for feeding various raw materials into the poly- 
merizing reactor and various lines for recovering a product, a solvent, and the like. 

30 It is one of the essential requirements of the present invention to nonpolarize the internal surface of the 
polymerization apparatus. The "nonpolarization" refers to decreasing or nullifying a dielectric constant and 
an ability to form a hydrogen bond. Further, the "nonpolarization" refers to decreasing a surface tension 
and surface energy. The polarity on a surface is evaluated on the basis of a contact angle as an index. 
Generally, a metal surface has high polarity and a polar substance is liable to easily adhere. The 

35 "nonpolarization" means chemically or physically bringing this surface having high polarity into a state 
where the polarity is very low or absent. The "nonpolarization" on the polymerization apparatus internal 
surface in the present invention can be evaluated by a proportion of poly(2-oxetanone) adhering to the 
internal surface on the basis of a total polymer. For effectively proceeding with the treatment operation after 
the polymerization, the proportion of an adhering polymer is preferably up to 10 %, more preferably up to 5 

40 %. 

The method for the above nonpolarization is not specially limited, and can be selected from known 
methods without any limitation. Preferred is a method in which the internal surface of the polymerization 
apparatus is coated with a compound having nonpolar group such as a fluoroalkyl group and a saturated 
alkyl group (to be referred to as "nonpolar compound" hereinafter) or with a resin having nonpolar group 

45 such as a fluorine-containing resin having a fluoroalkyl group or a saturated alkyl group (to be referred to as 
"nonpolar resin" hereinafter), a method in which the polymerization apparatus as a whole or the internal 
surface is made of a nonpolar resin, or a method in which an internal container of which at least the internal 
surface is nonpolarized with any one of the above methods is provided in the polymerization apparatus. 
These methods may be employed alone or in combination. 

50 Of the above method for the nonpolarization, particularly preferred is the method in which the 
polymerization apparatus internal surface is coated with a fluorine-containing resin which is a typical 
nonpolar resin or a nonpolar compound having a fluoroalkyl group, the method in which the apparatus as a 
whole or the internal surface portion is made of a fluorine-containing resin, or the method in which an 
internal container made by one of these methods is provided in the polymerization apparatus for the 

55 following reasons. Not only the nonpolarization effect is achieved, but also the internal surface is imparted 
with oil-repeilency, heat resistance and oil resistance, so that any solvent can be used in the polymerization 
apparatus and that the polymerization temperature can be set in a broad range. 
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As the method of nonpolarizing the polymerization apparatus internal surface of a metal, ceramic glass 
or a metal or ceramic having glass lining by coating, preferred is a method in which the internal surface, is 
treated with a nonpolar compound such as a silane coupling agent having nonpolar group such as a 
fluoroalkyl group or a saturated alkyl group (to be referred to as "nonpolar silane coupling agent" 
hereinafter), a method in which a coating agent containing a nonpolar resin is applied to the internal surface 
or a method of processing the internal surface with a resin in which the internal surface is coating-treated 
by baking a nonpolar resin such as processing with a fluorine resin. Further, there may be properly 
employed a generally used water-repelling treatment method using a nonpolar compound. 

Specific examples of the nonpolar compound preferably include nonpolar silane coupling agents such 
as heptadecafluorodecyltrimethoxysilane, heptadecafluorodecylmethyldimethoxysilane hep- 
tadecafluorodecylmethyldichlorosilane, tridecafluorooctyltrimethoxysilane, tridecafluorooctyltrichlorosilane 
and tnfluoropropyltrimethoxysitane; reactive surface treating agents such as pentadecafluorooctaonoic acid 
perfluorodecanoic acid, pentafluoropropionic anhydride, perfluorooctanoic anhydride, trifluoroethyl acrylate' 
tnfluoroethyl methacrylate and trifluoromethylbenzoyl chloride; and surface coating agents used for water- 
repelling, oil-repelling processing of a fiber in the form of an aqueous dispersion or organic solvent solution 
of a polymer formed mainly from acrylate or methacrylate containing perfluoro group. 

The fluorine-containing resin includes an ethylene tetrafluoride resin, an ethylene tetrafluoride-propylene 
hexafluonde copolymer resin, an ethylene tetrafluoride-perfluoroalkylvinyl ether copolymer resin an eth- 
ylene-tetrafluonde-ethylene copolymer resin, an ethylene trifluoride chloride resin, a vinylidene fluoride 
resin, a polyvinyl fluoride resin and an ethylene trifluoride chloride-ethylene copolymer resin. 
The polyolefin resin includes polyethylene, polypropylene and poly(4-methylpentene). 
The method of processing the above polymerization apparatus internal surface with a resin can be 
selected from known methods without any limitation. Preferred is a method in which an emulsion prepared 
by dispersing the above nonpolar resin is blown to the internal surface and then baked, a method in which a 
molded article of a nonpolar resin prepared to have the same form as that of the internal surface is attached 
to the internal surface with an adhesive, or a rotary lining-forming method in which a nonpolar resin base 
material is placed in a polymerization apparatus and the apparatus as a whole is rotated with heating the 
base material to spread the molten nonpolar resin over the internal surface. 

The method of making the polymerization apparatus from a nonpolar resin preferably includes a method 
in wh.ch a polymerization apparatus as a whole or the internal surface thereof is made by hollowing it from 
a nonpolar resin base material or by cutting the base material, and a method in which a polymerization 
apparatus as a whole or the internal surface thereof is made by any one of known melt molding method 
such as injection molding, compression molding or vacuum forming. 

The polymerization apparatus produced by the above method is nonpolarized and therefore does not 
need the treatment of its internal surface, but it is required to nonpolarize an adhesive layer required for 
assembling parts of the polymerization apparatus, parts formed of other material, and the internal surface of 
various lines to which a liquid phase and a gaseous phase directly contact. 

The method of nonpolarizing the polymerization apparatus internal surface is properly selected from the 
above methods depending upon the structure of the polymerization apparatus and polymerization conditions 
such as a solvent, polymerization temperature and polymerization time. 

However, in some combination of the nonpolarization method and polymerization conditions, the coating 
sometimes undergoes peeling or cracking due to its swelling based on the infiltration of a solvent When the 
fluor.ne-conta.ning resin is used, the internal surface shows no change to almost all solvents and has 
excellent heat res.stance, and the so-produced polymerization apparatus can be preferably used under all 
the polymerization conditions. 

The liquid medium used in the above process of the present invention has a solubility parameter in the 
range of about 15 to about 18 MPa 1/2 , and can dissolve 2-oxetanone. 

The solubility parameter is an index for estimating the solubility of liquids in each other and is 
expressed by a square root ((AEW)" 2 ) of a cohesive energy density which is a value obtained by' dividing 
a molar evaporation energy (AE V ) of a liquid by a molar volume V of the liquid. Whether two liquids are 
dissolved can be discussed depending upon a magnitude of a free energy difference (AG) between before 
and after the two liquids are mixed. According to thermodynamics of regular solution, AG is represented as 

AG = AH - TAS 
AH = V m {(AE 1 vV A^ 1 ) 1/2 -(AE 2 W 2 ) 1/2 }2^ 1 ^ 2 
AS = -R{ni 1 n<£i + n 2 1n<£ 2 } 

The above subscripts, 1 and 2, are used for distinguishing two liquid substances. and <t> 2 are each a 
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volume percentage, ni and n 2 are each a molar amount, and V m is a volume. From the above equations, 
AH is 0 or more, and -TAS is a negative value. Therefore, when the absolute value of (AEi v /Vi) 1/2 - 
(AE 2 V /V 2 ) 1/2 is 0 or sufficiently small, AG < 0, and liquid substances 1 and 2 are dissolved. 

The good solvent for po!y(2-oxetanone) has a solubility parameter in the range of approximately from 

5 19.0 (chloroform) to 19.8 MPa 1/2 (dichloromethane), and the smallest value of the solubility parameter of a 
solvent that can dissolve poly(2-oxetanone) is 18.6 MPa 1/2 (tetrahydrofuran). Therefore, the solvent having a 
solubility parameter of about 15 to about 18 MPa 1/2 in the present invention refers to a solvent which does 
not dissolve poly(2-oxetanone). 

On the other hand, 2-oxetanone shows a high solubility parameter of 27.2 MPa 1/2 , while it is a low- 

70 molecular-weight compound and is therefore soluble in most of solvents having a solubility parameter in the 
range of from about 15 to about 18 MPa 1/2 . However, it is not soluble in octane (15.6 MPa 1/2 ) and 
cyclohexane (16.8 MPa 1/2 ) having a weak ability to form a hydrogen bond. The solubility of 2-oxetanone is 
greatly influenced not only by solubility parameter but also by mutual action based on ability to form a 
hydrogen bond. However, solvents having strong ability to form a hydrogen bond, such as alcohol, amine, 

75 carboxylic acid and carboxylic anhydride inhibits the polymerization of 2-oxetanone since they react with 2- 
oxetanone and a living polymer terminal. Therefore, the solvent used in the present invention is preferably a 
solvent inert to the polymerization, whose molecule contain neither active hydrogen such as alcoholic 
hydrogen and carboxylic acid hydrogen nor active heteroatoms such as nitrogen and phosphorus. 

Examples of the solvent preferred in the present invention include chlorinated hydrocarbons such as n- 

20 propyl chloride (solubility parameter 17.4 M Pa 1 ^.parenthesized values hereinafter in this paragraph refer to 
solubility parameter), isopropyl chloride (16.6), n-butyl chloride (17.3), 2-chlorobutane (16.0), isobutyl 
chloride (16.6), n-pentyl chloride (17.0), 1-chloro-3-methylbutane (16.7), 2-chloro-2-methylbutane (15.8), 1- 
chloro-2,2-dimethylpropane (15.8) and n-hexyl chloride (17.1); fatty acid esters such as isopropyl formate 
(17.3), isobutyl formate (16.8), tert-butyl formate (16.4 - 16.7), n-propyl acetate (18.0), isopropyl acetate 

25 (17.2), tert-butyl acetate (16.3) and ethyl propionate (17.9); non-cyclic ethers such as ethyl methyl ether 
(15.6), propyl methyl ether (15.4), propyl ethyl ether (15.4), di-n-propyl ether (15.4), n-butyl methyl ether 
(15.6), di-n-butyl ether (15.7), dimethoxymethane (16.2), dimethoxyethane (15.9) and diethoxy ethane (17.0); 
and aliphatic ketones such as pentan-3-one (18.0), hepaten-4-one (18.0) and isopropyl methyl ketone (18.0). 
Of the above solvents, particularly preferred are solvents having a boiling point of 30 to 80° C. When a 

30 solvent having a boiling point of lower than 30 ° C is used, it is always required to keep the polymerization 
system under pressure when the polymerization is carried out at 30° C or higher, and the polymerization 
apparatus is thus limited. Further, there is another problem in that it is difficult to recover the solvent after 
the polymerization. In the case where a solvent having a boiling point of higher than 80 • C is used, poly(2- 
oxetanone) is sometimes fused to adhere when the polymer is dried under heat for separating the solvent 

35 from poly(2-oxetanone), since poly(2-oxetanone) has a melting point around 80 * C. 

The solvent having a boiling point of 30 to 80 ° C includes chlorinated hydrocarbons such as n-propyl 
chloride (boiling point 46.6° C, parenthesized values hereinafter in this paragraph refer to boiling points), 
isopropyl chloride (34.8), n-butyl chloride (78.44), 2-chlorobutane (68.25), isobutyl chloride (68.85) and tert- 
butyl chloride (50.7); fatty acid esters such as isopropyl formate (68); and non-cyclic ethers such as propyl 

40 methyl ether (39), propyl ethyl ether (63.6), isopropyl methyl ether (32), isopropyl ethyl ether (54), n-butyl 
methyl ether (70) and dimethoxymethane (41 - 42). Of these solvents, particularly preferred are chlorinated 
hydrocarbon solvents in view of reaction activity for the polymerization. 

The solvent is required in such an amount that the polymerization heat can be fully removed, and the 
optimum amount differs depending upon the amount of a polymerization initiator and polymerization 

45 temperature, while the amount of the solvent based on 2-oxetanone is generally 100 to 1,000 % by volume, 
preferably 200 to 700 % by volume. 

The present invention uses, as a starting material, 2-oxetanone or a mixture of at least 80 % by weight 
of 2-oxetanone with up to 20 % by weight of a cyclic ester or a cyclic ether other than 2-oxetanone. 

The cyclic ester other than 2-oxetanone preferably includes /3-butyrolactone, pivalolactone, 6-valerolac- 

50 tone and e-caprolactone. The cyclic ether preferably includes ethylene oxide and propylene oxide. 

The polymerization initiator used in the present invention is a polymerization initiator supported on a 
carrier in which an ion polymerization initiator is supported on polymer particles of poly(2-oxetanone). 

The form of the polymer particles of poly(2-oxetanone) used as a carrier is not specially limited. For 
example, the form may be any one of sphere, ellipsoid, a plate, a fiber, a rod and an irregular shape. The 

55 major diameter and miner diameter are preferably 1 mm to 1 urn, more preferably 500 urn to 10 urn. When 
the particle size is smaller than 1 um, the particles are liable to form aggregates. When the diameter is 
large, the particles sometimes exhibit the activity to decrease the polymerization rate. The amount of the 
particles based on the monomer is 0.1 to 50 % by weight, preferably 0.5 to 20 % by weight. When this 
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»r™UV»,! , Sm Kf\ th , e P °T eri2ati0n 18 "° better than a 9 eneral Precipitation polymerization, and 
m " 3m0Unt ° f PartiC,eS iS m ° re th3n 50 % by W i ht ' there is not 

ox 6 ,In h nnf Fnl P °' y t H 2 " OX !l an r e) ^ *" by mere Palpitation polymerization of 2- 

Sw«H Z « " the „ partlC,eS Can be a,so P re P ared b V foxing poly(2-oxetanone) by bulk polymerization, 
followed by cutting m.lhng or pulverizing. Further, the particle can be also obtained by pouring a solution o 

mI ( nH f n ° ne) m 3 S ° VGnt SUCh 38 Chl ° r0fOrm int ° 3 S0 ' Vent Such as methan °' to precipitate them One 
L P T nn9 T* poly < 2 - 0 * etan ° ne > P^cles is to directly use particulate poly(2-oxetanone) 
Li r 095 ?/^ pr ° dUCti0n °' P o| y( 2 -o^tanone), provided by the present invention 
h P T P ° y<2 -° xetanone ) formed b V 'he P^oess for the production of poly(2-oxetanone), 

ZX£^£Z£^ ^ be C ° nVenient,y USed aS carrier partic,es *» - 

The polymerization initiator is preferably selected from anionic polymerization initiators for obtaining a 
r° h£ f r? an ° ne) haV ' nQ 3 hi9h mo,ecular w eight. More preferred is a salt formed of stabilized cation and 
an 7" ! te K rm '' Stabili2ed cation " to a cation of which the cation atom has low 

a c!Z ! h r 3 " k : Ch Under9 ° eS a ' mOSt "° Chemical Chan 9 e - Specifically, one example thereof is 
a cation ,n wh,ch a subst,tuent bonding to nitrogen, phosphorus or sulfur atom present as a cation is an 
electron donor such as an alky, group or a resonance-stabilized group such as a phenyl group and to which 
an easily d.ssoc.able group such as hydrogen does not bond. Another example is a cation in which an 

ZSSSX^ST**^ 10 an a,ka,i metal such as potassium or sodium - tha a,kali «*» 

r*r^X P J 6S - t °V he polymerization initiator that can be suitably used include quaternary ammonium 
carboxylate initiators such as tetramethylammonium acetate, tetraethy.ammonium acetate, tetrabutylam- 
ZlatT 21 f rame,hyla ™°™ m P- a ' a te, tetraethylammonium piva.ate, tetrabutylammonium 
nnnl ^ L T " ammonium propionate, tetraethylammonium propionate, tetrabutylammonium pro- 

EE2L2?T' m y ^TT^ adipate ' b'^^^y^^ni^M.^ctadecanedicarboxylate and 
tr,s(tetramethy ammon,um)-1.3.5-pentanetricarboxylate; betaine carboxylate initiators such as anhydride of 

Z^ZV? y^™™™ hydroxide ' octylbetaine, decylbetaine, undecylbetaine, dodecylbetaine 
tetradecylbetaine and hexadecylbetaine; phosphonium carboxylate initiators such as tetraethy.phosphonium 

fontm ±2 Tf Ph ° niUm) and t-(te«raethy,phosphonium)-1 ,3.5-pentanetnca^oxSe "uT 

fonium carboxylate m.tiators such as trimethylsulfonium acetate; sulfooxonium carboxylate initiators such as 
tnmethylsulfooxonium acetate; pyridinium carboxylate initiators such as N-methylpyridinium acetate and N- 
ce ylpyr,d,n,um acetate; and initiators of crown ether complexes of alkali metal carboxylates such as 
POtassiurr . acetate/1 8-crown-6-ether, potassium acetate/dibenzo-18-crown-6-ether, sodium acetate/1 S-crown' 
!th! tk P f S ' Um - ad, P ate/18 - crown - 6 -ether and tripotassium 1 ,3,5-pentanetricarboxy late/1 8-crown-6- 
ether. These polymerization initiators may be used in admixture 

r.nIS, a T nt ° f P ° ,y " ,erization initia tc Offers depending upon the kind and use mode of the initiator 
Generally, the amount of the polymerization initiator is varied for adjusting the molecular weight and he 
polymerization rate. The amount of the po.ymerization initiator is increased for increasing the polymerization 
rate. However when an excess of the po.ymerization initiator is used, the formed polymer sometimes ha" 
an insufficient molecular weight. The amount of the polymerization initiator is decreased for obtaining a 
polymer hav.ng . higher mo.ecu.ar weight. When a po.yfunctiona. po.ymerization initiator is usTd ^he 
po^menzation rate can be increased without decreasing the molecular weight. Generally, the polymeriza- 
hon initiator ,s used ,n an amount of 1 equivalent or less, preferably 0.1 to 0.001 equivalent, on the basis of 
2-oxetanone as a monomer. 

In the present invention, the above polymerization initiator is used as a polymerization initiator 
supported on a earner, in which the po.ymerization initiator is supported on partic.es of poly<2 Jet^one) 
When 2-oxetanone ,. polymerized in the presence of a salt formed of a stabilized cation and a carboxylate 
oxltani P0,ymar,zat, °" ? roceed as a 'i-ng polymerization in principle so that particles of poly^ 
oxetanone) formed by the process for the production of poly(2-oxetanone), provided by the present 
invention, already supports a small amount of a po.ymerization initiator. Therefore the polymer zation of 2 
oxetanone can be initiated when the above-formed particles are directly used as a po.ymerization IniStor 
supported on a carrier without any fresh po.ymerization initiator supported thereon. However, i prSe^d 
LZ J f P °' yme : ,2atl0n initiator in which a "°»" Polymerization initiator is additional.y supported on 
surfaces of the above particles, for accomplishing a proper po.ymerization rate and a proper molecuS, 

Although not specially limited, the method of allowing the carrier particles to support the polymerization 
.n,t,ator includes a method in which the particles and the polymerization initiator in the form of a solufcn^e 
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mixed and the solvent is removed by vaporization, a method in which the particles and the polymerization 
initiator in the form of a solid are mixed with stirring, a method in which the particles are swollen in the 
presence of a proper solvent and the polymerization initiator is allowed to penetrate, and adhere to, the 
swollen particles, and the particles and the polymerization initiator are chemically combined. 
5 The solvent for preparing the above polymerization initiator in the form of a solution is properly selected 

depending upon the kind of the polymerization initiator, while it is generally preferred to use a solvent which 
can be easily removed by vaporization and which does not prevent the polymerization of 2-oxetanone when 
it remains. 

Examples of the solvent that can be suitably used include acetonitrile, acetone, chloroform, dimethylsul- 

w foxide. tetrahydrofuran, dioxane, toluene and benzene. Further, methanol, ethanol and water can be used, 
and they can be removed by vaporization. 

When poiy(2-oxetanone) is industrially produced according to the present invention, the polymerization 
is preferably carried out at a temperature between 20 and 60° C. Further, the polymerization is desirably 
completed within 48 hours, preferably within 20 hours. When the polymerization is carried out at a low 

75 temperature, the polymerization rate is low, while the degree of chain transfer is advantageously low. When 
the polymerization is carried out at a high temperature, the polymerization rate is high, while the chain 
transfer reaction is activated to decrease the molecular weight of the polymer. Further, the polymerization 
conditions differ depending upon the kind and amount of the polymerization initiator. When the amount of 
the polymerization initiator is large, the polymerization can be carried out at a lower temperature in most of 

20 cases. When a polyfunctional polymerization initiator is used, there are employed polymerization conditions 
different from those when a monofunctiona! polymerization initiator is used, as required depending upon a 
purpose. In view of a polymerization rate, a molecular weight and a kind of the polymerization initiator, the 
above production conditions are preferred in the process of the present invention, while a polymer for some 
purposes may be produced under conditions outside the above production conditions. 

25 The termination point of the polymerization can be determined by taking out part of a liquid phase and 
part of a gaseous phase in the polymerization system and analyzing them for remaining amounts of 2- 
oxetanone with a gas chromatograph or a liquid chromatograph. Generally, the polymerization is terminated 
when the monomer decreases to 10 % or less, preferably 5 % or less, while the polymerization may be 
terminated as required for a purpose. 

30 After the polymerization, the formed polymer is separated from co-present substances such as a 
solvent by a known method. The separation can be carried out by at least one of filtration, separation of a 
solvent and unreacted monomer with a spray drier, washing of the formed polymer with a monomer- 
extracting solvent, and separation of a solvent and a monomer under heat or by circulating dry air. 

In the process of the present invention, it is not particularly required to post-treat the polymerization 

35 apparatus after the polymerization since the amount of an adhering polymer (so-called scale) is very small. 
The polymerization apparatus can be used as it is and raw materials may be charged for subsequent 
polymerization. As required, the polymerization apparatus may be properly cleaned by flushing it with a 
polymerization solvent according to a known washing method. 

Further, studies by the present invention have revealed the following. Even when the above polymeriza- 

40 tion initiator supported on a carrier is replaced with a polymerization initiator supported on a carrier in which 
carrier particles having poly(2-oxetanone) on their surfaces are allowed to support an ion polymerization 
initiator, there can be obtained biodegradable aliphatic polyester particles which can stand comparison with 
those polyester particles obtained by the above process. 

According to the present invention, therefore, there is provided a process for the production of 

45 biodegradable aliphatic polyester particles, which comprises 

(A) (co)polymerizing 2-oxetanone or a mixture containing at least 80 % by weight of 2-oxetanone and up 
to 20 % by weight of a cyclic ester or cyclic ether other than 2-oxetanone, 

(B) in the presence of a polymerization initiator supported on a carrier in which an ion polymerization 
initiator is supported on carrier particles of an organic polymer material other than poly(2-oxetanone) or 

50 an inorganic material, a poly(2-oxetanone) being present on surfaces of the carrier particles, 

(C) in a liquid medium having a solubility parameter of about 15 to about 18 MPa 1/2 and being capable of 
dissolving 2-oxetanone, and 

(D) in a polymerization apparatus having an internal surface formed of a material which is free of polarity 
or whose polarity is very small, to form a particulate aliphatic polyester. 

55 The starting material(s) (A), the liquid medium (C) and the polymerization apparatus (D) used in this 
method are the same as those used in the already specified process of the present invention. It should be 
therefore understood that explanations in the already specified process can directly apply to the above 
process unless otherwise specified. 
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The above process differs from the already specified process of the present invention in that the above 
process uses a polymerization initiator supported on a carrier in which carrier particles of an organic 

L^nT* ° IT P 0l ^ 2 - oxeta " 0 " e ) °' an inorganic material, having po.y(2-oxetanone) on 
surfaces of the earner particles, are allowed to support an ion polymerization initiator 

The form of the carrier particles is not specially limited, and it can be any one of sphere, ellipsoid a 
plate, a fiber, a rod and an irregular shape. The major diameter and miner diameter are preferably 1 mm to 
iJT'tT preferably 500 um 10 10 " m - Wh en the particle size is smaller than 1 um, the particles are 
hable to form aggregates. When the diameter is large, the particles sometimes exhibit the activity to 
decrease the polymerization rate. 

■ IT , a A m0Unt .u O, thS PartideS baSed °" the monomer is 01 to 50 % by weight, preferably 0.5 to 20 % by 
weight. When th.s amount is too small, the polymerization is no better than a general precipitation 
polymenzation, and aggregates are liable to form. When the amount of the particles is more than 50 % by 
weight, there is not any further effect. 

The organic material to constitute the carrier is preferably an organic material which is not dissolved in 
and is not swollen with, a solvent having a solubility parameter of about 15 to about 18 MPa" 2 and can 

f^n 0 ^LH 0 , Xetan0n f• USed , in Pr6Sent inVenti ° n ' The 0r9anic material includes svn thetic polymers such 

ILh ! V pV , yP , r ° Py 6ne ' ny ' 0n " 6 a0d ny ' 0n ' 66; and po,ymers havi "9 a low Polymerization degree 
such as wax. Particularly preferred is a biodegradable material. 

Specific examples of the biodegradable material include natural polymers such as raw starch particles 
cellulose, pulp and natural rubber; saccharides such as saccharose, dextrose and trehalose; aliphatic 
SS" 11 copolyesters such as poly(3-hydroxybutylate), poly(3-hydroxyvalerate), a (3-hydrox- 
ybutyate/3-hydroxyva.erate) copolymer, a (3-hydroxybutylate/4-hydroxybutylate) copolymer. Poly( f - 
caprolactone) poly(«-valerolactone), polylactic acid, polyglycolic acid, polyethylene adipate, polyethylene 
succinate, polybutylene succinate and random, block and graft copolymers of these; and a^iphatTc car 
bonates such as polyethylene carbonate. Of these biodegradable materials, more preferred are natural 
polymers such as raw starch particles in view of their excellent biodegradability 

Examples of the inorganic particles that can be suitably used include silicates such as talc clay mica 
glass short fber, glass balloon, glass beads, calcium silicate, montmorillonite and bentonite; oxides such as 
^Hn * atomaC / eous h earth - alu ™™. «tanium oxide, iron oxide, magnesium oxide, pumice, pumice balloon 
and quartz powder; hydroxides such as aluminum hydroxide and magnesium hydroxide; carbonates such as 
calcium carbonate, magnesium carbonate and dolomite; sulfates such as calcium sulfate, barium sulfate and 
ammomum sulfate; and chlorides such as calcium chloride and magnesium chloride. Of these inorganic 
materials, silicates are more preferred since they have a less influence on the polymerization 

The method of allowing poly(2-oxetanone) to be present on surface of particles of the organic polymer 
material or inorgan.c material is not specially limited if poly(2-oxetanone) can be attached to the biodeg- 
^dable organic particles or inorganic particles. Preferred methods include a gaseous phase polymerization 
method m which surfaces of carrier particles are allowed to support a polymerization initiator for 2- 
oxetanone, and gaseous 2-oxetanone is brought into contact with it to deposit poly(2-oxetanone) on the 
surfaces; a l.qu.d phase polymerization method in which surfaces of carrier particles are allowed to support 
a polymenzation in.tiator for 2-oxetanone and the polymerization initiator is brought into contact with 2- 
oxetanone ,n the form of a liquid or a solution to precipitate poly(2-oxetanone) on the surfaces; a casting 
method ,n which a solution of poly(2-oxetanone) in a solvent in which poly(2-oxetanone) is soluble and 
earner partic.es are mixed and the so.vent is dried to precipitate po.y(2-oxetanone) on surfaces of the 
particles; a prec.p.tation method in which carrier particles are dispersed in a solution of poly(2-oxetanone) 
and a poor solvent for poly(2-oxetanone) is added to the dispersion to allow poly(2-oxetanone to adhere to 
ZTrL T V e VOW- 0 **™ 0 ™) is ^Posited and precipitated; and a method in which carried 
o^ZT t T S J" 3 S ° ,Uti0n ° f 0° ly < 2 - o * etan °"o) the dispersion is spray-dried to allow po.y(2- 

S i n ° Part ' C,e SUrfaCeS - ° f ,h6Se methods ' the 9 aseous P hase ™thod and the liquid 

phase method are more preferred, since these methods enables the preparation of particles for seed 
polymenzation which give more preferable results in seed polymerization 

nrJ^H aCC ° rding to the above P rocess of ^e present invention, there is industrially advantageously 
produced a biodegradable aliphatic polyester which can be suitab.y used for the production o° the 
biodegradable aliphatic polyester melt-extrusion film provided by the present invention 

Therefore according to the present invention, there are also provided biodegradable aliphatic polyester 
particles excellent in handling properties, <*»v'i*uc polyester 

(a) which comprises a biodegradable aliphatic polyester containing a recurring unit of the formula (1), 
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5 




as a main recurring unit and having a weight average molecular weight of 20,000 to 2,000,000, 

(b) of which at least 70 % by weight of the biodegradable aliphatic polyester particles is present in the 
io particle diameter range of 150 urn to 3 mm in a particle size distribution histogram, and 

(c) which has a bulk specific gravity in the range of 0.3 to 0.6 g/ml. 

The biodegradable aliphatic polyester particles of the present invention contain a recurring unit of the 
formula (1) as a main recurring unit. The biodegradable aliphatic polyester includes a copolymer composed 
of up to 20 % by weight of a ring-opened structure from a cyclic ester compound and a cyclic ether 

75 compound other than 2-oxetanone, as a monomer in addition to the recurring unit of the formula (1). The 
cyclic ester includes £-butyrolactone, pivalolactone, 6-valerolactone and €-caprolactone. The cyclic ether 
other than 2-oxetanone includes ethylene oxide and propylene oxide. 

The weight average molecular weight of the biodegradable aliphatic polyester of the present invention is 
at least 20,000, preferably at least 30,000. When the weight average molecular weight is less than 20,000, 

20 the biodegradable aliphatic polyester as a film is sometimes insufficient in mechanical properties such as 
strength and extensibility for some purpose or method in use of the film. When the weight average 
molecular weight is extremely high, the biodegradable aliphatic polyester is hard to process since it shows 
a high viscosity when melt-molded. Therefore, the upper limit of the weight average molecular weight is 
properly 2,000,000. 

25 In the particle size distribution histogram of the biodegradable aliphatic polyester particles of the 
present invention by sieving, at least 70 % by weight, preferably at lest 80 % by weight, more preferably at 
least 90 % by weight, of all the polymer particles are present in the particle diameter range of from 150 am 
to 3 mm. When particles having a diameter of less than 150 urn are present in an amount of more than 30 
% by weight, there is sometimes a problem in the procedure of drying the polymer with hot air. On the 

30 other hand, particles having a diameter of greater than 3 mm are often formed when aggregates of polymer 
particles are formed during the polymerization. In this case, the polymer greatly adheres to the internal 
surface of a polymerization apparatus, which causes a big problem in separating and recovering the 
polymer. 

Generally, the particle size distribution can be controlled on the basis of the conditions for the 

35 polymerization. The main factors which affect the particle size distribution of formed particles include the 
particle size and particle size distribution of carrier particles and the amount ratio of the carrier particles to 
2-oxetanone. The particle size and particle size distribution of the carrier particles are liable to relatively 
reflect in formed particles. Generally, when carrier particles having a small particle diameter of up to 150 
urn are used, there can be obtained formed particles having a very narrow particle size distribution in which 

40 80 % by weight or more of the formed particles are present in the range of 150 to 350 urn. When carrier 
particles having a small particle diameter of 150 to 500 urn are used, there can be obtained formed 
particles of which about 90 % by weight or more are distributed in the particle diameter range of 500 um to 
3 mm. The influence of the amount ratio of the carrier particles to 2-oxetanone on the diameter of formed 
particles is of a simple relation, since the diameter of the formed particles is determined depending upon 

45 the amount of produced poly(2-oxetanone) that can coat the carrier particles . 

When the aggregation of the polymer greatly proceeds, the aggregation reflects not only in an increase 
in the diameter of formed particles but also in the bulk specific gravity of the formed particles. That is, a 
space is formed among particles forming aggregates, and the bulk specific gravity decreases. The decrease 
in the bulk specific gravity affects the flow of the polymer from a hopper to a barrel when the polymer is 

so melt-molded in a molding machine. The particles of the present invention has a bulk specific gravity of 0.3 
to 0.6 g/ml, and is well introduced into a barrel. The bulk specific gravity of more than 0.6 g/ml is almost 
impossible to practically attain as a particulate form. 

The present invention will be explained more in detail hereinafter with reference to Examples, while the 
present invention shall not be limited to these Examples. 

55 
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Example 1 

(1) The internal surface of a 500 ml separable three-necked glass flask having a stirrer and a condenser 
and a propeller type stirrer blade were spray-coated with an aerosol containing fine particles of an 
ethylene tetrafluoride resin. 

An acetonitrile solution of a tetramethylammonium acetate (concentration 2.065 x 10" 7 mol/ul) in an 
amount of 375 ul (77.4 umol) and 20 ml of acetonitrile were added to 5.00 g of a poly(2-oxetanone) 
having a particle diameter of 50 to 150 urn (weight average molecular weight 455,000), and the mixture 
was stirred. Then, the acetonitrile was removed by vaporization under reduced pressure at 40" C for 4 
hours The remaining particles were used as a polymerization initiator supported on poly(2-oxetanone) 
particles. 

(2) The polymerization initiator supported on poly(2-oxetanone) particles was placed in the separable 
flask of which the internal surface had been nonpolarized, and the flask was placed in a constant- 
temperature water bath at 40- C, followed by temperature controlling. Then, a solution of 50 04 g (694 4 
mmol) of 2-oxetanone in 250 ml of sec-butyl chloride was added. Then, the stirring of the mixture was 
initiated at a stirring rate of 400 rpm. The polymerization was carried out for 15 hours, and then the 
reaction mixture was filtered to separate a formed poly(2-oxetanone) from the solvent and unreacted 
monomer. After the solvent and unreacted monomer were completely removed from the poly(2- 
oxetanone) under reduced pressure, the poly(2-oxetanone) was measured for a weight to show a 
polymerization ratio of 99.1 %. The poly(2-oxetanone) was measured for a molecular weight by size 
exclusion chromatography (or gel permeation chromatography) to show a weight average molecular 
weight of 350,000. The poly(2-oxetanone) had a bulk specific gravity of 0.348 g/ml, and had a particle 
size distribution .n the range of more than 1 mm (0 %), 1 mm - 350 urn (1.4 %), 350 urn - 150 urn (88 9 
%), and less than 150 urn (9.7 %). ' 

Comparative Example 1 

2-Oxetanone was polymerized in the same manner as in Example 1 except that the poly(2-oxetanone) 
earner particles were not used and that the same polymerization initiator as that used in Example 1 was 
directly added. As a result, the polymerization ratio of the formed poly(2-oxetanone) was 99 8 % The poly- 
(2-oxetanone) was measured for a molecular weight by size exclusion chromatography to show a weiqht 
average molecular weight of 472,000. The poly(2-oxetanone) had a bulk specific gravity of 0.166 g/ml and 
had a particle s.ze distribution in the range of more than 3 mm (9.2 %), 3 - 1 mm (4 8 %) 1 mm - 350 urn 
(35.7 %), 350 urn - 150 urn (23.9 %). and less than 150 urn (26.4 %). As described above when the 
polymerization initiator was used without allowing poly(2-oxetanone) to support it, aggregates havino a 
particle diameter of more than 3 mm were formed. 

Example 2 

2-Oxetanone was polymerized in the same manner as in Example 1 except that the poly(2-oxetanone) 
n Pa f 'r 6 ' 6 r i eP ' aCed With P o, y< 2 - 0 * eta " on e) Particles having a weight average molecular weight of 
380,000, that the sec-butyl chloride as a solvent was replaced with isopropyl chloride, that the polymeriza- 
tion temperature was changed to the reflux temperature (34.8- C) of isopropyl chloride and that the 
polymenzation time was changed to 10 hours. As a result, the polymerization ratio of the formed poly(2- 
oxetanone) was 99.6 %. The poly(2-oxetanone) had a weight average molecular weight of 392 000 and a 
bulk specific gravity of 0.434 g/ml, and had a particle size distribution in the range of more than 1 mm (0 
/o), 1 mm - 350 urn (10.9 %), 350 urn - 150 urn (86.8 %), and less than 150 urn (2.3 %). 

Example 3 

2-Oxetanone was polymerized in the same manner as in Example 2 except that the tetramethylam- 
monium acetate as a polymerization initiator was replaced with an acetonitrile solution of bis- 
(tetramethylammonium) adipate (concentration 2.05 x 10"' mol/ul) in an amount of 375 ul (76 9 umol) The 
polymer.zat.on ratio of the formed poly(2-oxetanone) was 100.0 %. The poly (2-oxetanone) had a' bulk 
specific grav.ty of 0.388 g/ml and a weight average molecular weight of 369,000. and had a particle size 
distr.but.on m the range of more than 1 mm (0 %), 1 mm - 350 urn (0.62 %), 350 urn - 150 urn (73 7 %) 
and less than 1 50 urn (25.7 %). " 



14 



EP 0 688 806 A2 



Examples 4 - 6 

An acetonitrile solution of tetramethylammonium acetate (concentration 2.065 x 10 -7 mol/uJ) in an 
amount of 60 ul (12.4 umol) and 2 ml of acetonitrile were added to 0.30 g of a poly(2-oxetanone) having a 
5 particle diameter of 150 to 350 urn (weight average molecular weight 340,000), and the mixture was stirred. 
Then, the acetonitrile was removed by vaporization under reduced pressure at 40° C for 4 hours. The 
remaining particles were used as a polymerization initiator supported on poly(2-oxetanone) particles. 

0.30 Gram of the polymerization initiator supported on poly(2-oxetanone) particles, 15 ml of a solvent 
shown in Table 1 and 3 g of 2-oxetanone (41.6 mmol) were placed in a 15 ml polymerization reactor formed 
70 of ethylene tetrafluoride, and the reactor was tightly closed. Then, the polymerization was carried out with 
magnetic stirring (15 hours/40 • C). After the polymerization, the formed poly(2-oxetanone) was filtered, 
dried and weighed, and then it was measured for a molecular weight and a particle size distribution. Table 1 
shows the results of the obtained polymerization ratio, weight average molecular weight and particle size 
distribution. 

75 

Comparative Examples 2 - 4 

2-Oxetanone was polymerized in the same manner as in Examples 4 to 6 (15 hours/40 ° C) except that 
the solvent as a polymerization solvent was replaced with a solvent shown in Table 1. The formed poly(2- 

20 oxetanone) was filtered, dried and weighed in the same manner as in Examples 4 to 6, and then it was 
measured for a molecular weight and a particle size distribution. Table 1 shows the results of the obtained 
polymerization ratio, weight average molecular weight and particle size distribution. 

When the solubility parameter of the solvent was less than 15.0 MPa 1/2 as shown in Comparative 
Examples 2 and 3, the polarity was extremely low so that the formed polymer was liable to form 

25 aggregates. On the other hand, when the solubility parameter of the solvent was higher than 18.0 MPa 1/2 as 
shown in Comparative Example 4 and the polarity was too high, the polymerization proceeded nearly in a 
solution polymerization so that no particulate poly(2-oxetanone) was obtained. On the other hand, when the 
solubility parameter of the solvent was higher than 18.0 MPa 1/2 as shown in Comparative Example 4 and the 
polarity was too high, the polymerization proceeded nearly in a solution polymerization so that no 

30 particulate poly (2-oxetanone) was obtained. 

Table 1 





Solvent (Soluble, Insoluble) 
(SP: MPa 1/2 ) 


Polymerization 
ratio (%) 


Weight 
average 
molecular 

weight 


Particle size distribution 


>3mm 


3mm ~ 150um 


1 50um> 


Ex.4 


Sec-butyl chloride (soluble) (17.4) 


100 


275,600 


0 


82 


18 


Ex.5 


Dimethoxymethane (soluble) (16.2) 


93.9 


234,000 


0 


85 


15 


Ex.6 


n-Propyl acetate (soluble) (18.0) 


98.7 


241 ,000 


0 


79 


21 


CEx.2 


Diisopropyl ether (soluble) (14.1) 


96.0 


269,000 


78 


22 


0 


CEx.3 


Hexane (insoluble) (14.9) 


100 


250,000 


100 


0 


0 


CEx.4 


Tetrahydrofuran (soluble) (18.8) 


100 


210,000 


92 


8 


0 


Ex. = Example, CEx. = Comparative Example 
"Soluble, Insoluble: Solubility of 2-oxetanone in a solvent 
*SP: Solubility parameter 

"Comparative Example 4: During the polymerization, poly(2-oxetanone) swelled and homogeneous mixing 
was difficult. 



55 
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Example 7 

mithod Parati0 " ° f Star ° h PartideS SUrface " treated with Poly(2-oxetanone) by liquid phase polymerization 

An acetonitrile solution of a tetramethylammonium acetate (concentration 2.065 x 10" 7 mol/ul) in an 
amount of 375 ul (77.4 umol) and 5 ml of acetonitrile were added to 1.5 g of potato starch particles, and the 
mixture was shrred. Then, the acetonitrile was removed by vaporization under reduced pressure at 40- C 
for 4 hours to give starch particles supporting the polymerization initiator 

The internal surface of a 500 ml separable three-necked glass flask having a stirrer and a condenser 
and a propeller type stirring blade were spray-coated with aerosol containing fine particles of an ethylene 
tetrafluonde res.n. 15 Grams of the above starch particles supporting the polymerization initiator was placed 
.n the above separable flask having the so nonpolarized internal surface. Then, a solution of 50 0 q (694 
mmol) of 2-oxetanone in 250 ml of isopropyl chloride was added. Then, the stirring of the mixture was 
,n, ,ated at a st.rr,ng rate of 300 rpm. The flask was placed in a constant-temperature water bath at 40' C 
folkwed by temperature control. The polymerization was carried out for 2 hours, and then the reaction 
m.xture was iltered to separate the starch particles coated by formed poly(2-oxetanone) and a combination 
of the solvent and unreacted monomer. After the solvent and unreacted monomer were completely removed 
from the starch particles coated by poly(2-oxetanone), the starch particles coated by poly(2-oxetanone) 
were measured for a weight. The weight of the original starch particles was deducted to show that the 
polymenzation rat.o of the poly(2-oxetanone) was 4.3 %. The starch particles coated by poly(2-oxetanone) 
and he original starch particles were observed through a sensitive color plate between crossed polars with 
a polanzation microscope to show that the starch particles coated by poly(2-oxetanone) «Fig.1(a)) retained 
an ellipsoidal form inherent to starch but that the sensitive color of a starch crystal ((Rg.l(b)) was concealed 
by a coating of the poly(2-oxetanone). It was thus found that the surfaces of the starch particles were 
coated with poly(2-oxetanone). 

(2) Seed polymerization of 2-oxetanone in the presence of starch particles surface-treated with poly(2- 
oxetanone) ' v 

An acetonitrile solution of a tetramethylammonium acetate (concentration 2.065 x 10~ 7 mol/ul) in an 
amount of 375 u I (77.4 umol) and 5 ml of acetonitrile were added to 1.0 g of the starch particles surface- 
treated with poly(2-oxetanone) in the above (1), and the mixture was stirred. Then, the acetonitrile was 
removed by vaporization under reduced pressure at 40' C for 4 hours to give polymerization initiator- 
supporting starch particles surface-treated with poly(2-oxetanone) 

The internal surface of a 500 ml separable three-necked glass flask having a stirrer and a condenser 
and a propeller type stirring blade were spray-coated with aerosol containing fine particles of an ethylene 
tetrafluonde res.n Then. 1.0 g of the polymerization initiator-supporting starch particles surface treated with 
po y(2-oxetanone) were placed in the separable flask having the so nonpolarized internal surface, and a 
solution of 50.08 g (695 mmol) of 2-oxetanone in 250 ml of isopropyl chloride was added. Then, the stirring 

w a er e hT,h TJTf S r ,n ; ' if^H? St,rrin9 ^ ° f 300 fpm - The f ' aSk WaS Placed in a constant-temperature 
water bath at 40- C, followed by temperature control. The polymerization was carried out for 15 hours and 
then reaction mixture was filtered to separate a formed poly(2-oxetanone) and a combination of the solvent 
and unreacted monomer. The solvent and unreacted monomer were completely removed from the polv(2- 
oxetanone) under reduced pressure, the poly(2-oxetanone) was measured for a weight to show a po v- 
menzation ratio of 99.4 %. The poly(2-oxetanone) was measured for a molecular weight by size exclusion 
chromatography to show a weight average molecular weight of 380.000. The poly(2-oxetanone) had a bulk 
spec.f.c grav.ty of 0.390 g/ml, and had a particle size distribution in the range of more than 1 mm (0 %) 1 

?50 urn th /0) ' 7 Z' ^ (0 ' 9 %) ' 500 ■ 350 Um < 1 - 9 %) ' 350 - 150 " < 79 3 % > and '«* ««n 

150 um (17.3 /o). The poly(2-oxetanone) was a particulate poly(2-oxetanone) free of aggregates. 

Comparative Example 6 

«.J~T a ?T I 38 P °' y o merized in the same ma nner as in Example 7 except that the starch particles 
surface-treated w.th poly(2-oxetanone) were replaced with 1.0 g of potato starch particles which directly 
TS^Tt po, y meri2ation initia, ° r - A s a result, the formed poly(2-oxetanone) had a polymerization ratio 
of 98 8 A, a we.ght average molecular weight of 371.000 and a bulk specific gravity of 0 201 q/ml The 
particle size distribution thereof was in the range of more than 3 mm (16.3 %), 3 - 1 mm (4 5 %) 1 mm - 
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710 urn (7.9 %), 710 - 500 urn (6.2 %), 500 - 350 urn (5.8 %), 350 - 150 U (27.2 %) and less than 150 um 
(31 .6 %). A component having a particle size of more than 3 mm was of aggregates. 

Comparative Example 7 

5 

2-Oxetanone was polymerized in the same manner as in Example 7 except that the polymerization 
reactor used in Example 7(2) was replaced with a polymerization reactor of which the internal surface was 
not nonpolarized. As a result, the formed poly(2-oxetanone) had a polymerization ratio of 99.0 %, a weight 
average molecular weight of 320,000 and a bulk specific gravity of 0.288 g/ml. Aggregates having a 
10 diameter of more than 3 mm amounted to 21 .0 % by weight, and the amount of particles having a diameter 
of less than 150 urn was 15 %. 

Example 8 

75 The (1) preparation of starch particles surface-treated with poly(2-oxetanone) by a liquid phase 
polymerization method and the (2) seed polymerization of 2-oxetanone in the presence of the starch 
particles surface-treated with poly(2-oxetanone) were carried out in the same manner as in Example 7 
except that the isopropyl chloride as a polymerization solvent was replaced with sec-butyl chloride. As a 
result, the polymerization ratio of the poly(2-oxetanone) in the surface treatment was 5.8 %, and the 

20 polymerization ratio in the seed polymerization was 99.2 %. The poly (2-oxetanone) was measured for a 
molecular weight by size exclusion chromatography to show a weight average molecular weight of 310,000. 
The poly(2-oxetanone) had a bulk specific gravity of 0.372 g/ml, and ,had a particle size distribution in the 
range of more than 1 mm (0 %), 1 mm - 710 urn (0.5 %), 710 - 500 urn (1.4 %), 500 - 350 urn (3.6 %), 
350 - 150 urn (70.3 %) and less than 150 urn (24.2 %). 

25 

Example 9 

(1) Preparation of starch particles surface-treated with poly(2-oxetanone) by gas phase polymerization 
method 

30 

An acetonitrile solution of a tetramethylammonium acetate (concentration 2.065 x 10 -7 mol/ul) in an 
amount of 1.5 ml (309.8 nmol) and 30 ml of acetonitrile were added to 20.0 g of potato starch particles, and 
the mixture was stirred. Then, the acetonitrile was removed by vaporization under reduced pressure at 40* 
C for 4 hours to give starch particles supporting the polymerization initiator. 

35 

(i) Preparation of circulation gas phase polymerization apparatus (see Fig. 2) 

In Fig 2, the numerals stands for as follows. 1 is a vaporization apparatus portion; 2, a polymerization 
apparatus portion; 3, a circulating pump; 4, a gas flow rate controller, 5, a constant-temperature bath;, 6, a 

40 stirrer; 7, a magnetic stirring device; 8, a stirrer vane; and 9, a motor for stirring. This explanation for 
numerals is also applied to Fig. 3 later described. 

2-Oxetanone vaporization apparatus portion: A two-branched egg-plant type flask having an internal 
volume of 30 ml was charged with 10 g (139 mmol) of 2-oxetanone and 0.39 g (1.48 mmol) of 5-(2,5- 
dioxotetrahydrofuryl)-3-methyl-3-cyclohexene-1 ,2-dicarboxylic acid anhydride as a polymerization inhibitor. 

45 Polymerization apparatus portion: 20.0 Grams of the starch particles supporting the polymerization 

initiator, prepared in (1), were placed in a 100-ml polymerization tube, and mechanically stirred by rotating 
the tube. 

Connection portion: The 2-oxetanone vaporization apparatus portion, the polymerization apparatus 
portion and a circulating pump were combined to form a circulating gas phase polymerization apparatus 
so (Fig. 2). 

(ii) Gas phase polymerization 

The 2-oxetanone vaporization apparatus portion was placed in a constant-temperature bath at 40° C, 
55 and the circulating pump was started. Air was used as a circulating gas, and the circulation rate was set at 
50 ml/minute. After 19.5 hours, a content in the polymerization apparatus portion was taken out and 
measured for a weight to show 20.5 g. The amount of a poly(2-oxetanone) newly formed in the presence of 
the initiator supported by starch particles was 0.5 g. The starch particles was observed through a 



17 



EP 0 688 806 A2 



polarization microscope jind measured for a Fourier transformation infrared absorption spectrum to show an 
absorption at 1,730 cm ' based on ester carbonyl group. It was found on the basis of this result that the 
surfaces of the starch particles were coated with poly(2-oxetanone). 

(2) Seed polymerization of 2-oxetanone in the presence of starch particles surface-treated with polv(2- 
oxetanone) K JV 

(1) 2-Oxetanone was polymerized in the same manner as in Example 7(2) except that 1.0 g of the starch 
particles surface-treated with poly(2-oxetanone), prepared in (1), and that the polymerization temperature 
was set at 35 • C. As a result, the polymerization ratio was 98.8 %, the weight average molecular weight 
was 320,000, the bulk specific gravity was 0.215 g/ml, and the particle size distribution was in the range 
of more than 1 mm (0 %), 1 mm - 710 urn (1.7 %), 710 - 500 urn (2.9 %), 500 - 350 urn (6 4 %) 350 - 
150 urn (63.3 %) and less than 150 urn (25.7 %). 

Examples 10-13 

(1) Preparation of various particles surface-treated with poly(2-oxetanone) by gas phase polymerization 
method 

An acetonitrile solution of a tetramethylammonium acetate (concentration 2.0 x 10~ 8 mol/ul) in an 
amount of 10 ml (200 umol) and 5 ml of acetonitrile were added to 10.0 g of particles shown in Table 2 
and the m.xture was stirred. Then, the acetonitrile was removed by vaporization under reduced pressure at 
40 " C overnight to give various particles supporting the polymerization initiator. 

(i) Preparation of circulation gas phase polymerization apparatus (see Fig. 3) 

2-Oxetanone vaporization apparatus portion: A two-branched egg-plant type flask having an internal 
volume of 30 ml was charged with 10 g (139 mmol) of 2-oxetanone and 0.39 g (1.48 mmol) of 5-(2 5- 
d,oxotetrahydrofuryl)-3-methyl-3-cyclohexene-1,2-dicarboxylic acid anhydride as a polymerization inhibitor' 

Polymenzation apparatus portion: 5.0 Grams of the particles supporting the polymerization initiator 
prepared in (1), were placed in a 50-ml polymerization tube. 

Connection portion: The 2-oxetanone vaporization apparatus portion, the polymerization apparatus 
portion and a c.rculating pump were combined to form a circulating gas phase polymerization apparatus 
(Fig. 3). 

(ii) Gas phase polymerization 

The 2-oxetanone vaporization apparatus portion was placed in a constant-temperature bath at 40' C 
f'' rcula,in9 pump was started Air was used as a circulating gas, and the circulation rate was set ai 
3,000 ml/m,nute. After 1 hour, the particles in the polymerization apparatus portion were taken out and 
measured for a weight to show that the amount of a poly(2-oxetanone) newly formed in the presence of the 
initiator supported by various particles was 0.1 to 0.5 g. 

(2) Seed polymerization of 2-oxetanone in the presence of various particles surface-treated with polv(2- 
oxetanone) K y( 

2-Oxetanone was polymerized in the same manner as in Example 9(2) except that 1.0 g of the particles 
surface-treated with poly(2-oxetanone), prepared in (1), were used and that the polymerization time was set 
for 20 hours. As a result, all the polymerization systems showed the formation of particulate poly(2- 
oxetanone) which was almost free of aggregates. Table 2 shows polymerization ratios, weight average 
molecular we.ghts and weight percentages of aggregates having a particle diameter of more than 3 mm. 

Comparative Examples 8-11 

2-Oxetanone was seed-polymerized in the presence of particles shown in Table 2 in the same manner 
as in Examples 10 - 13(2) except that the surface treatment with poly(2-oxetanone) in Examples 10 - 13(1) 
was not carried out. Table 2 shows polymerization ratios, weight average molecular weights and weight 
percentages of aggregates having a particle diameter of more than 3 mm. As is clear in the results in Table 
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2, a larger amount of aggregates having a particle diameter of more than 3 mm were formed in the 
presence of particles of which the surfaces were not treated with poly(2-oxetanone). 

Table 2 

5 





Particles 


Polymerization 
ratio (%) 


Weight average 
molecular weight 


Particle size 
distribution 
>3mm (%) 


Ex.10 


Poly(3-hydroxybutylate), formed by emulsion 
dispersion method (diameter about 100 urn) 


98.7 


328,000 


0.0 


Ex.11 


Calcium oxide 


99.7 


349,000 


0.0 


Ex.12 


Quartz powder 


99.5 


330,000 


0.0 


Ex.13 


Calcium carbonate 


99.0 


291 ,000 


0.0 


CEx.8 


Calcium oxide 


99.9 


368,000 


30.1 


CEx.9 


Quartz powder 


99.3 


318,000 


19.3 


CEx.10 


Calcium carbonate 


99.0 


270,000 


46.0 



Example 14 

The internal surface of a 35-liter stainless steel polymerization reactor having a stirrer and a condenser, 
and a brumagin/propeller type stirring blade were nonpolarized by spray-coating them with aerosol 
containing an ethylene tetrafluoride resin. 

An acetonitrile solution of a tetramethylammonium acetate (concentration 2.065 x 10~ 7 mol/ul) in an 
amount of 34.5 ml (7.12 mmol) was added to 92 g of a poly(2-oxetanone) having a particle diameter of 150 
to 350 urn (weight average molecular weight 455,000), and the mixture was stirred. Then, the acetonitrile 
was removed by vaporization under reduced pressure at 40 " C for 4 hours. The remaining particles were 
used as a polymerization initiator supported on poly(2-oxetanone) particles. This polymerization initiator 
supported on poly(2-oxetanone) and 9 liters of isopropyl chloride were placed in a polymerization reactor of 
which the internal surface had been nonpolarized. Then, a solution of 4.6 kg (63.84 mol) of 2-oxetanone in 
14 liters of isopropyl chloride was added. Then, the stirring of the mixture was initiated at a stirring rate of 
150 rpm, and the polymerization reactor was externally heated to 35° C to initiate the polymerization. The 
polymerization was carried out for 20 hours, and then the reaction mixture was filtered to separate a 
particulate poly (2-oxetanone) and a combination of the solvent and unreacted monomer. The solvent and 
unreacted monomer were completely removed from the poly(2-oxetanone) under reduced pressure, and 
then, the poly(2-oxetanone) was measured for a weight to show a polymerization ratio of 99.5 %. The poly- 
(2-oxetanone) was measured for a molecular weight by size extrusion chromatography to show a weight 
average molecular weight of 412,000 and a number average molecular weight of 183,000. The poly(2- 
oxetanone) had a bulk specific gravity of 0.5052 g/ml and a particle size distribution in the range of more 
than 3 mm (0 %), 3 - 1 mm (10.18 %), 1 mm - 710 urn (61.97 %), 710 - 500 urn (24.07 %), 500 - 350 am 
(2.58 %), 350 - 150 urn (0.91 %) and less than 150 urn (0.28 %). 

Example 15 

A poly(2-oxetanone) used in Example 16 was prepared by the following polymerization method, and a 
poly(2-oxetanone) used in each of Example 17 and Examples thereafter was prepared in the same manner 
as in the following polymerization method. 

The internal surface of a 35-liter stainless steel polymerization reactor having a stirrer and a condenser, 
and a brumagin/propeller type stirring blade were nonpolarized by spray-coating them with aerosol 
containing an ethylene tetrafluoride resin. 

A polymerization initiator supported on a carrier, in which 1 .03 g (773 mmol) of tetramethylammonium 
acetate was supported on 1 00 g of poly(2-oxetanone) particles having a particle diameter of 1 50 to 350 urn 
(weight average molecular weight 454,000), and 10 liters of isopropyl chloride were added in the 
polymerization reactor of which the internal surface had been nonpolarized. Then, a solution of 5 kg (69.39 
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w 



15 



30 



mol) of 2-oxetanone in 15 liters of isopropyl chloride was added. Then, the stirring of the mixture was 

InSfth " . St ' mn9 ^ t rPm ' ^ ^™ tion ^ctor was externally heated tol Cto 
,n,t*te the polymenzahon. The polymerization was carried out for 20 hours, and then the reaction mixTu e 
was f.ltered to separate a formed particulate poly(2-oxetanone) and a combination of the solven and 
unreacted monomer The solvent and unreacted monomer were completely removed f om the poly(2 
oxetanone) under reduced pressure, and then, the poly(2-oxetanone) was measured for a weight to show a 
po.ymenzat.on ra„o of 99.2 %. The po.y(2-oxetanone) was measured for a molecular weight by sTze 
extrus.on chromatography to show a weight average molecular weight of 412,000 and a number average 
molecular we.ght of 183,000. The po.y(2-oxetanone) had a bulk specific gravity of 0.3788 g/nT 9 

Referential Example 1 

a mirhnH 18 ™^ 00 °[ microor 9 anisms which de 3^e poly(2-oxetanone) in environments was evaluated by 
a method us.ng a polymer-emulsified dispersion agar medium (Nishida. Tokiwa, Journal of Environmental 
Polymer Degradation, Vo. 1, No. 3, 227 (1993). Two types of agar media, a nutrition.pZZdium 
(morgan,c salts + yeast extract: 250 ppm) and a nutrition-rich medium (nutrient broth: 8,000 ppmTwere 

m n.^^^ ratiOn ht O ^^ it i 0 n n ; POOr media: 0 8 Gram 0f 3 P<>'y<2-oxetanone) having a viscosity average 
mS with 725 °rr of » ,r diSS °' Ved " n 40 m ' ° f methVlene Ch,0ride ' and polymer solution was 
eZim^ and disnlln " t,0n ; P00r medium containi(1 9 100 PP™ <* * surfactant. Then, the mixture was 
IZ t£ a 3 H h d W , , a hom °9 en,2er at 8 - 00 ° r P™ to g^e an emulsified dispersion. 15 Grams of 

agar was added to the emuls.f.ed dispersion and dissolved under heat on a boiling water bath with stirring 
and at the same t.me, the methylene chloride was removed from the medium by vaporization After the agar 
med-urn was comp.ete.y dissolved and after the vaporization of the methylene chloride was comp eted The 
emulsrf.ed d.spersion was sterilized in an autoclave at 120' C for 20 minutes. Then it was divided and 

elation P6tn ^ a " 0Wed 10 C001 Und6r ^ U,traVi ° let ^ ^ to P"^" -Sa for 

Preparation of nutrition-rich agar media: Agar media for evaluation were prepared in the same manner 

Table 3 
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Kind of collected environmental samples 


No. 


Sample 


Place of collection 


1 

2 
3 
4 
5 
6. 
7 
8 
9 
10 


Forest, Cryptomeria-planted soil 

On pavement, Sandy soil 

River water 

Soil of woods 

Pond bottom mud 

Paddy field creek bottom mud 

Upland soil 

Paddy field soil 

Bark saw dust cow dung compost 
Weed land soil 


Tsukuba-san mountain 
In the city of Tsukuba 
Tsukuba-shi, Osone, Sakuragawa 
Tsukuba-shi, Yukarino-mori woods park 
Tsuchiura-shi, Shishi-zuka Oike pond 
Tsukuba-shi, Hasunuma 
Tsukuba-shi, Matsunogi 
Niibarimura village, Fujisawa 
Shin-Nippon Rakuno Kenkyujo 
Tsukuba-shi, Wadai 



of a ™Z7 °f ? SamP ' eS CO " eCted in environm ents shown in Table 3 was dispersed in 9 ml 

leSs The'S^f ? t0 H Pr6Pare f di '° te ^ ' iqUidS - Tab ' e 4 Sh0WS concentrations of the di.uTJ 
E«rh 5i!!h I h dU,dS Were fUdher di ' Uted 102 10 108 times with a medium of inorganic salts 

Each d.luted liquid ,n an amount of 0.1 ml was inoculated on the nutrition-poor medium and the nutrition 

30* c With I!? T ? eSamp,eS ^nary-cultured in a c^a^p^^^^ 
30 C. With the passage of cultunng time, colonies of microorganisms formed on each agar medium and 
further, around each colony of microorganisms which degraded poly(2-oxetanone), a transpaTen cTrcuS 
zone (clear zone) wh,ch was formed by the degradation of poly(2-oxetanone) appea ed. The number of the 
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colonies which appeared on each agar medium was counted to determine the total number of microorgan- 
isms in each sample and the number of the clear zones was counted to determine the number of poly(2- 
oxetanone)-degrading microorganisms. The culturing on the nutrition-poor media was carried out for 31 
days, and the culturing on the nutrition-rich media was carried out for 6 days. Figs. 4 and 5 show the count 
results after the culturing. 

The results in Figs. 4 and 5 show that poly(2-oxetanone)-degrading microorganisms were present in all 
the collected samples, and the proportion of these microorganism based on the total number of microorgan- 
isms was 0.60 to 12.5 % in the nutrition-poor media, and 0.0004 to 33.33 % in the nutrition-rich media. 

The above results show that poly(2-oxetanone) is a material excellent in biodegradability. 

Table 4 



75 
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Concentration of sample in dilute base liquid 


No. 


Dilute base liquid concentration (g/9 ml) 


Base liquid for nutrition-poor medium 


Base liquid for nutrition-rich medium 


1 


0.2078 


0.1280 


2 


0.0917 


0.0866 


3 


1.0135 


1.0168 


4 


0.0701 


0.1090 


5 


1 .0026 


1 .0682 


6 


1 .0355 


0.9462 


7 


0.0581 


0.0823 


8 


1.0014 


1.1798 


9 


0.1056 


0.4163 


10 


0.1017 


0.0831 



Example 16 
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Preparation of T-die extrusion film: Poly(2-oxetanone) particles (weight average molecular weight 
412,000, number average molecular weight 183,000) were introduced to an extruder having a barrel which 
had a diameter of 40 mm and was equipped with a T-die, and fed to the barrel with a screw at a barrel 
temperature of 90 to 1 10 ° C at a T-die temperature of 106 to 1 10 0 C to extrude a melt film through a T-die 
slit. The extruded melt film of poly(2-oxetanone) was solidified by cooling it with a chilled roll in which water 
having a temperature of approximately 23 to 26 • C was circulating, and taken up with a take-up machine to 
give an unstretched film having a thickness of approximately 250 to 280 urn (Sample No. 1). 

Preparation of monoaxially roll-stretched films: The above unstretched film was stretched in the 
machine direction with a heating roll disposed between a slow-rotation (front) roll and a fast-rotation (back) 
roll to prepare monoaxially roll-stretched films (Samples Nos. 2 to 9). Table 5 shows temperatures of the 
heating roll and stretch ratios. 

Preparation of tenter method biaxially stretched films: The unstretched film was simultaneously biaxially 
stretched at a temperature shown in Table 6 with a film stretching machine supplied by Brueckner to obtain 
a simultaneously biaxially stretched film (Sample No. 12), and the film (Sample No. 8) obtained by 
monoaxially roil-stretching the unstretched film at 75 " C at a stretch ratio of 4.5 was transversely stretched 
at a temperature shown in Table 6 with a film stretching machine supplied by Brueckner to obtain 
consecutively biaxially stretched films (Samples Nos. 10 and 11). 

Measurement of tensile strength: A sample for a tensile test, having a width of 10 mm and a length of 
80 mm, was taken, and tested for a tensile strength at 23 • C at an inter-chuck distance of 40 mm and at a 
tension rate of 10 mm/minute. Ten samples were prepared from the film of one kind, and the 10 samples 
were measured as above. A largest value and a smallest value were omitted, and the remaining eight values 
were averaged to determine a tensile break strength and a breaking extension. 

Tables 5 and 6 show tensile break strength values and breaking extension values. These values are 
equivalent to, or higher than, those of generally used polyethylene films, which shows that the film of poly- 
(2-oxetanone) can be fully practically used. 
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Form 


ation and physical properties of unstretched film and monoaxially roll -stretched films 


5 


Sample No. 


Heating temperature 


Stretch ratio (times) 


Tensile break 


Breaking extension (%) 






on roll ( * C) 




strength (kgf/cm 2 ) 




1 


i Unstretched film 


334 


535 I 




2 


23 


14.4 


4,720 


28 


10 


3 


50 


7.7 


2,950 


69 




4 


70 


5.5 


2,300 


145 




5 


70 


5.0 


1,870 


124 




6 


70 


4.2 


1,660 


145 




7 


75 


6.0 


2,200 


92 


15 


8 


75 


4.5 


1,850 


101 




9 


75 


4.0 


1,350 


111 
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Formation and physical properties of biaxially stretched films 



Sample No. 


Stretching 
temperature ( * C) 


Stretch ratio 
(times) 


Tensile break strength (kgf/cm 2 ) 


Breaking extension (%) 


MD 


TD 


MD 


TD 


Conseci 


jtively stretched 


10 
11 


78 
75 


(x4.5) x4.4 
(x4.5) x4.0 


1,370 
2,050 


1,340 
2,010 


260 
280 


98 
103 


Biaxially 


stretched 


12 


70 


x3.7 x2.2 


1,960 


1,240 


147 


420 



35 



Example 17 
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Preparation of T-die extrusion film: Poly(2-oxetanone) particles (weight average molecular weight 
407,000, number average molecular weight 158,000) were mixed with 5 % by weight, based on the poly(2- 
oxetanone) particles, of talc, and the mixture was introduced to an extruder having a barrel which had a 
diameter of 40 mm and was equipped with a T-die, and fed to the barrel with a screw at a barrel 
temperature of 90 to 1 10 • C at a T-die temperature of 106 to 1 10 • C to extrude a melt film through a T-die 
slit. The extruded melt film of the poly(2-oxetanone)/talc mixture was solidified by cooling it with a chilled 
roll in which water having a temperature of approximately 23 to 26' C was circulating, and taken up with a 
N kG "l3) maCh ' ne t0 9 ' Ve an unstretcned film havin 9 a thickness of approximately 250 to 280 urn (Sample 

Preparation of monoaxially roll-stretched films: The above unstretched film was stretched in the 
machine direction with a heating roll disposed between a slow-rotation (front) roll and a fast-rotation (back) 
roll to prepare monoaxially roll-stretched films (Samples Nos. 14 to 16). Table 7 shows temperatures of the 
heating roll and stretch ratios. 

Preparation of tenter method biaxially stretched films: The film (Sample No. 16) obtained by monoax- 
ially roll-stretching the unstretched film at 75- C at a stretch ratio of 4.6 was transversely stretched at a 
temperature and a stretch ratio shown in Table 8 with a film stretching machine supplied by Brueckner to 
obtain consecutively biaxially stretched films (Samples Nos. 17 and 18). 

Measurement of tensile strength: Measured in the same manner as in Example 16. 

Tables 7 and 8 show tensile break strength values and breaking extension values. These values are 
equivalent to, or higher than, those of generally used polyethylene films, which shows that the film of poly- 
(2-oxetanone) can be fully practically used. 
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Table 7 





Formation and physical properties of talc-containing unstretched film and monoaxially roll-stretched films 


5 


Sample No. 


Heating temperature 


Stretch ratio (times) 


Tensile break 


Breaking extension (%) 






on roll (° C) 




strength (kgf/cm 2 ) 






13 


Unstretched film 


320 


560 




14 


75 


3.4 


1,220 


115 


70 


15 


75 


4.0 


1,440 


150 




16 


75 


4.6 


1 ,450 


126 



Table 8 

75 



Formation and physical properties of talc-containing biaxially stretched films 


Sample No. 


Stretching 


Stretch ratio 


Tensile break strength (kgf/cm 2 ) 


Breaking extension (%) 




temperature (• C) 


(times) 
















MD 


TD 


MD 


TD 


17 


74.5 


(x4.6) x4.0 


1,830 


1,210 


87 


220 


18 


74 


(x4.6) x3.3 


1,590 


1,700 


184 


102 



Example 18 

Preparation of pellets: Poly(2-oxetanone) particles (weight average molecular weight 392,000, number 
30 average molecular weight 110,000) were mixed with 5 % by weight, based on the poly(2-oxetanone) 
particles, of talc, and the mixture was fed to an extruder at a barrel temperature of 50 to 100* C to extrude 
strands through a die. The strands were cooled in a water tank and then cut to obtain pellets. The pellets 
were dried in an oven at 50* C overnight. 

Preparation of inflation film: The above pellets were introduced to an extruder having a barrel which had 
35 a diameter of 40 mm and was equipped with an inflation molding die, and fed to the barrel with a screw at a 
barrel temperature of 100 to 110° C at a die temperature of 95 to 100° C to extrude a melt cylindrical film 
through a die slit. The extruded melt cylindrical film of the poly(2-oxetanone)/talc mixture was cooled and 
solidified by blowing it up with cold air blown from the central portion of the die, and the cylindrical film 
which had been blown up was taken up with a take-up machine to give an inflation film having a width of 
40 330 mm and a thickness of approximately 20 to 25 urn (Sample No. 19). 

Preparation of monoaxially roll-stretched film: The unstretched inflation film was stretched 4.8 times in 
the machine direction with a heating roll having a temperature of 61 * C, disposed between a slow-rotation 
(front) roll and a fast-rotation (back) roll, to prepare a monoaxially roll-stretched film (Sample No. 20). 
Measurement of tensile strength: Measured in the same manner as in Example 16. 
45 Table 9 shows tensile break strength values and breaking extension values. These values are equivalent 
to, or higher than, those of generally used polyethylene films, which shows that the film of poly(2- 
oxetanone) can be fully practically used. 

Table 9 

50 



Formation and physical properties of talc-containing inflation film and monoaxially stretched film 


Sample No. 


Heating temperature 
on roll (* C) 


Stretch ratio (times) 


Tensile break 
strength (kgf/cm 2 ) 


Breaking extension (%) 


19 


Unstretched film 


350 


490 


20 


61 


4.8 


1,950 


27 
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Example 19 



The films (Nos. 1, 8, 10, 12, 13, 16 and 18) prepared in Examples 16 and 17 were measured for water 
vapor transmission rates at 40° C by a cup method according to JIS Z-0208. Values of the water vapor 
transmission rate (g/m 2 .24 hr) were normalized to values per a unit of 25 urn to formulate values of water 
vapor transmission rate (g/m 2 -24 hr»25um) in the present invention. 

Table 10 shows the results. It was found that the above films had high water vapor transmission rates 
than other films shown as comparative films in Table 10. 



Comparative Examples 1 1 



Four generally used films, i.e., nylon 6, polyethylene terephthalate, biaxially oriented polypropylene and 
high-density polyethylene films, were measured for water vapor transmission rates in the same manner as 
in Example 18. Table 10 shows the results. 



Table 10 



Water vapor transmission rate 


Sample No. 


Sample 


Water vapor 






transmission rate *1 


Example 19 






1 


Poly(2-oxetanone), unstretched 


350 


8 


Poly(2-oxetanone), monoaxially stretched 


607 


10 


Poly(2-oxetanone), consecutively biaxially stretched 


631 


12 


Poly(2-oxetanone), simultaneously biaxially stretched 


493 


13 


Poly(2-oxetanone)/ta!c, unstretched 


324 


16 


Poly(2-oxetanone)/talc monoaxially stretched 


556 


18 


Poly(2-oxetanone)/talc consecutively biaxially stretched 


504 


Comparative Example 1 1 








Nylon 6 


180 




Polyethylene 


22 




terephthalate 






Biaxially oriented 


6.5 




polypropylene 




High-density 


5 




polyethylene 





*1 Unit = g/m 2 *24 hr«25um 



Example 20 



Rim samples (Samples Nos. 1 and 13) having a size of 50 x 50 mm were prepared from the films 
obtained in Examples 16 and 17, and measured for water absorption percentages according to JIS K-7209 
The water absorption percentage <%) was determined on the basis of the increment of a weight. 

Table 1 1 shows the results. It was found that the above films had a high water absorption percentage 
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Water absorption percentage 


Sample No. 


Sample 


Water absorption percentage (%) 


Example 20 
1 

13 


Poly(2-oxetanone), unstretched 
Poly(2-oxetanone),talc unstretched 


0.94 
0.95 



10 



Example 21 

Test samples (Nos. 8 and 16) having a size of 15 x 150 mm were taken from each of the films obtained 
75 in Examples 16 and 17, and two test samples were attached to each other and subjected to a heat-fusing 
test. In the heat-fusing, the temperature of a lower seal bar was fixed at 80° C, the temperature of an upper 
seal bar was set as shown in Table 12, and the sealing was carried out for 1 second or 5 seconds at a load 
of 1 kgf/cm 2 . The fusion strength was measured according to a peel strength test method in which two films 
were peeled from each other at 23° C at a tension rate of 10 mm/minute. In this case, 10 samples were 
20 measured each, largest and smallest measurement values were omitted, and the remaining values were 
averaged to determine a heat-fusion strength (gf/15 mm). Table 12 shows the fusion strength values. It was 
found that the above films had sufficient high heat-fusion strength. 



Table 12 

25 



Heat-fusion strength 


Upper seal bar temperature ( • C) 


Seal time 


Heat-fusion strength (gf/15 mm) 




(second) 




Example 21 






Sample No. 8 






77 


5 


780 


80 


1 


1,390 


82 


1 


3.280 


85 


1 


2,720 


Sample No. 16 






73 


5 


630 


77 


1 


1,670 


77 


5 


4,160 


80 


1 


4.700 


83 


1 


4,530 



Example 22 

The films prepared in Examples 16 and 17 (Samples Nos. 8 and 16) were deteriorated in an 
so accelerating manner in a oven at 50° C at a humidity of 100 % to decrease their molecular weights. These 
films having different molecular weights were used for studying changes in tensile strength and extension 
with a change in molecular weight. 

Molecular weight: Measured for a weight average molecular weight with a size exclusion chromatog- 
raphy. 

55 Measurement of tensile strength: Measured in the same manner as in Example 16. 

Table 13 shows the weight average molecular weight, tensile break strength and breaking extension 
measurement values. It was found that when the weight average molecular weight was at least 20,000, the 
film retained practically sufficient tensile break strength. However, when the weight average molecular 
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weight was less than 20,000, the film was easily manually torn so that it was insufficient for practical 

Table 13 



use. 



Relationship between molecular weight and mechanical 


properties 


Weight average molecular weight 


Tensile break strength (kgf/cm 2 ) 


Breaking extension (%) 


Sample No. 8 


60.300 
48,100 
21 ,300 
18,700 


1,530 
1,500 
1,070 
990 


88 
76 
30 
21 


Sample No. 16 




73,800 
44,200 
23,400 
18,900 


1,300 
1,120 
800 
700 


118 
106 
35 
16 



10 



15 



20 



25 



30 



35 



Example 23 

of 1 e^ZnTylTnnn T preparec ' 1 fro,T1 a P°'y(2-oxetanone) having a weight average molecular weight 
of 1 663,000 or 729,000, and monoaxially stretched 5 times at 23' C to obtain a monoaxially stretched film 
Measurement of tensile strength: Measured in the same manner as in Example 16 
Table 14 shows tensile break strength and breaking extension measurement values. The film had 
practically sufficient tensile break strength. 

Table 14 



Relationship between molecular weight and mechanical properties 


Weight average molecular weight 


Tensile break strength (kgf/cm 2 ) 


Breaking extension (%) 


1 ,663,000 
729,000 


3,810 
3,700 


67 
68 
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Example 24 

A poly<2-oxetanone) copolymer (weight average molecular weight: 187,000 as a poly(2-oxetanone)> 

ooS" 1 . 9 i , bY Wei9h l° f polyeth * lene 9'^'. °<*ained by block-copo.ymerizing 2-oxetanone and a 
polyethylene glycol prepared by ring-opening polymerization of ethylene oxide, and a poly(2-oxetanone) 
copolymer (weight average molecular weight: 165,000 as a poly(2-oxetanone)) containing 5.3 % by weigh 
of polypropylene glycol, obtained by block-copolymerizing 2-oxetanone and a polypropylene glycol pre- 
pared by ring-opening polymerization of propylene oxide, were respectively introduced to an extruder 
having a barrel which had a diameter of 30 mm and was equipped with a T-die, and fed to the barrel with a 
screw at a barrel temperature of 90 to 105- C at a T-die temperature of 100 to 105- C to extrude melt 
films through a T-die slit. The extruded melt films were solidified by cooling them with a chilled roll in which 
water haymg a temperature of approximately 20 to 25- C was circulating, and taken up with a take-up 
machine to give unstretched films having a thickness of approximately 150 to 200 urn 
,h« l?^^ ° f , monoaxia,| y 'oil-stretched films: The above unstretched films were stretched 5 times in 

LTn \T e »T 3 heatin9 r °" 3t 70 " C dlSp0Sed between 3 ^low-rotation (front) roll and a fast- 
rotation (back) roll to prepare monoaxially roll-stretched films. 

Measurement of tensile strength: Measured in the same manner as in Example 16. As a result the film 

nnHnrnn 9 . ^ f ? ^ * M *** 0f 1 ' 030 k 9 f/ cm 2 . and the film containing 

polypropylene glycol had a tensile break strength of 1,056 kgf/cm*. These values are equivalent to o^ 
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higher than, that of the tensile break strength of a generally used polyethylene film and sufficient for putting 
them in practical use. 



Example 25 

5 

The inflation film prepared in Example 18 was cut to a width of 600 mm, and one of the cut portions 
was heat-fused with a heat sealer. In the heat-fusing, the temperatures of a lower seal bar and a upper seal 
bar were fixed at 80 0 C, and the sealing was carried out for 5 seconds at a load of 1 kgf/cm 2 at a seal width 
of 10 mm to prepare a bag. 10 Kilograms of kitchen garbage such as vegetables having a water content of 
w about 60 % was placed in the bag and allowed to stand in room for 3 days. As a result, no leakage of the 
kitchen garbage or water by breaking of the film or opening of the bag was found. This bag containing the 
kitchen garbage was buried 10 to 20 cm deep in a weed field, and after 3 months, it was dug from the 
ground to show that the film was degraded and that almost all of the film disappeared while the kitchen 
garbage was composted. 

15 As used herein, a "main recurring unit" is typically a recurring unit present in an amount of up to 80% 
by weight. 



Claims 



20 1. A biodegradable aliphatic polyester melt-extrusion film which comprises a biodegradable aliphatic 
polyester containing a recurring unit of the formula (1) 
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O Z CH/ ^ 



as a main recurring unit and which has a weight average molecular weight of from 20,000 to 2,000,000, 
a water vapour transmission rate of from 300 to 700 g/m 2 .24 hours.25 urn and a heat-fusing strength of 
from 500 to 5,000 gf/15 mm. 

35 2. A film according to claim 1, wherein the polyester is a homopolymer consisting essentially of the 
recurring unit of the formula (1). 

a A film according to claim 1, wherein the polyester comprises at least 80% by weight of the recurring 
unit of the formula (1) and up to 20% by wejght of another recurring unit formed by ring-opening a 
40 cyclic ester or a cyclic ether. 

4. A film according to any one of the preceding claims, wherein the polyester has a weight average 
molecular weight of from 30,000 to 500,000. 

45 5. A film according to any one of the preceding claims which has a water vapour transmission rate of from 
450 to 700 g/m 2 24 hours 25um. 

6. A film according to any one of the preceding claims which has a heat-fusing bond strength of from 
1,000 to 5,000 gf/15 mm. 

50 

7. A film according to any of the preceding claims which further comprises an inorganic filler. 

8. A film according to claim 7, wherein the inorganic filler is an alkaline earth metal salt. 

55 9. A film according to claim 7 or 8, wherein the inorganic filler is contained in an amount of 20% by 
weight or less based on the polyester. 
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10. Biodegradable aliphatic polyester particles of which at least 70% by weight have a diameter of from 
150 urn to 3mm and which: 

(a) comprise a recurring unit of the formula (1) 



as a main recurring unit and have a weight average molecular weight of from 20,000 to 2,000,000; 
and 

(b) have a bulk specific gravity of from 0.3 to 0.6 g/ml. 

11. A process for the production of biodegradable aliphatic polyester particles, which process comprises 
(co)polymerizing 2-oxetanone or a mixture containing at least 80% by weight of 2-oxetanone and up to 
20% by weight of another cyclic ester or a cyclic ether to form a particulate aliphatic polyester, wherein 
the (co)polymerisation takes place: 

(A) in the presence of an ionic polymerization initiator supported on a carrier comprising particles of 
poly (2-oxetanone); 

(B) in a liquid medium which has a solubility of from 15 to 18 MPa* and which is capable of 
dissolving 2-oxetanone; and 

(C) in a polymerizing apparatus having an internal surface which is substantially non-polar. 

12. A process for the production of biodegradable aliphatic polyester particles, which process comprises 
(co)polymerizing 2-oxetanone or a mixture containing at least 80% by weight of 2-oxetanone and up to 
20% by weight of another cyclic ester or a cyclic ether to form a particulate aliphatic polyester wherein 
the (co)polymerization takes place: 

(A) in the presence of an ionic polymerization initiator supported on a carrier comprising particles of 
an inorganic material or an organic polymer material other than poly (2-oxetanone), a poly(2- 
oxetanone) being present on the surfaces of the carrier particles; 

(B) in a liquid medium which has a solubility of from 15 to 18 MPa* and which is capable of 
dissolving 2-oxetanone; and 

(C) in a polymerizing apparatus having an internal surface which is substantially non-polar. 

13. A process according to claim 12, wherein the organic polymer material constituting the carrier is 
biodegradable. 

14. A process according to claim 12 or 13, wherein the organic polymer material constituting the carrier is 
a natural polymer. 

15. A process according to claim 12, wherein the inorganic material is a silicate. 

16. A process according to any one of claims 11 to 15, wherein the ionic polymerization initiator is anionic 
or is a salt of a stabilized cation and a carboxylate anion. 

17. A process according to any one of claims 11 to 16, wherein the liquid medium has a boiling point 
between 30 ° C and 80 ° C. 

18. A biodegradable bag formed of a melt-extrusion film as defined in any one of claims 1 to 9, wherein at 
least part of the film has been heat-fusion bonded to form the bag. 




(i) 
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Fig. J (a) 
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Fig. 4 




yeast extact 250ppm 
30 °C, 31 days. 

CFU-g" 1 : colony- formation-unit /g sample 
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Fig. 5 
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nutrient broth 8000 ppm 
30°C, 6 days 

CFU-g~' : colony -formation- unit /g sample 
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